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(54) FINE ZINC OXIDE PARTICLES, PROCESS FOR PRODUCING THE SAME, AND USE THEREOF 



(57) A process for producing zinc oxide fine parti- 
cles comprising heating a mixture comprising a zinc 
source, a carboxyl-containing compound, and an alco- 
hol; a process for producing zinc oxide-polymer com- 
posite particles, which comprises heating a mixture 
comprising a zinc source, a carboxyl-containing com- 
pound, a polymer, and an alcohol at a temperature of 
1 00°C or higher; a process for producing inorganic com- 
pound particles having on their surface a cluster of thin 
plate like zinc oxide crystals with their tip projecting out- 
ward, which comprises heating a mixture comprising a 
zinc source, a carboxyl-containing compound, lactic 
acid or a compound thereof, and an alcohol at a temper- 
ature of 100°C or higher; a process for producing zinc 
oxide-based particles comprising heating a mixture 
comprising a zinc source, a carboxyl-containing com- 
pound, at least one element additive selected from the 
group consisting of the group 1MB metal elements and 
the group IVB metal elements, and an alcohol at a tem- 
perature of 100°C or higher; zinc oxide-based fine parti- 
cles obtained by these processes; and uses of the zinc 
oxide-based fine particles. 
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Description 

Technical Field 

5 This invention relates to a process for producing zinc oxide-based fine particles which are useful as a raw material 

or an additive for rubber vulcanization accelerators, various coatings, printing inks, colors, glass, catalysts, medicines, 
pigments, ferrite, etc. and can also be made use of in electrophotographic photoreceptors, printing materials, platemak- 
ing materials, UV screens, UV absorbing materials, gas sensors, etc. It also relates to a process for producing zinc 
oxide-based fine particles which are useful as such an additive that has high light-transmitting properties in the visible 

io region and high UV absorbing properties, i.e., a so-called transparent UV absorber in coating materials, varnishes, res- 
ins, paper, cosmetics, and the like. 

The present invention relates to zinc oxide-based fine particles having high transparency in the visible region, 
excellent UV absorbing properties, and heat ray screening properties as well as the above-mentioned functions and 
uses, which are useful as a so-called transparent UV and heat ray screening agent, an electrically conducting agent or 

75 an antistatic agent that in coatings (e.g., coating agent, ink, etc.), resins, paper, cosmetics, etc.; a process for producing 
the same; and products containing the same, i.e., coatings, coated articles, resin compositions, resin molded articles, 
cosmetics, and paper. 

The present invention relates to zinc oxide-based fine particles which have a unique higher-order structure in which 
the constituent primary particles (zinc oxide crystals) have a controlled size and therefore exhibit high light transmitting 

20 properties combined with excellent scattering properties in the visible region, that is, excellent diffuse transmission 
properties in addition to the above-described functions and uses. The fine particles are therefore useful as a light dif- 
fusing agent. The invention also relates to a process for producing such zinc oxide-based particles and products con- 
taining the same, such as coatings (e.g., coating agent, ink, etc.), coated articles, resin compositions, resin molded 
articles, cosmetics, and paper, typified by a medium for diffuse transmission, such as a diffuser film for back-lighting liq- 

25 uid crystal displays. 

The present invention relates to zinc oxide-based fine particles which not only have the above-described functions 
and uses but have controlled crystal morphology and a unique agglomerated state (higher-order structure) and are 
therefore also excellent in antimicrobial properties and deodorizing properties; a process for producing the same; and 
products containing the same, such as coatings (e.g., coating agent, ink, etc.), coated articles, resin compositions, resin 
30 molded articles, cosmetics, and paper. 

Background Art 

Zinc oxide fine particles, what we call zinc white, have been conventionally produced by (1) a method consisting of 
35 gas phase oxidation of zinc vapor (called a France process or a American process) or (2) a method comprising reacting 
a zinc salt and an alkali metal carbonate in an aqueous solution to obtain zinc carbonate powder and, after washing 
with water and drying, pyrolyzing the powder in air. Zinc oxide obtained by the method (1) appears to have a particle 
size of submicron order but undergoes strong secondary agglomeration during the production process. Dispersing the 
particles in coating compositions or resin compositions requires much mechanical labor and yet results in a failure of 
40 obtaining a homogeneous dispersion. Compared with the method (1), the method (2) provides such finer particles as 
have a primary particle size of 0.1 fim or smaller, but the effects expected from the fineness are not manifested suffi- 
ciently on account of the strong agglomerating force among primary particles. Under the present situation, it is still less 
achievable with these methods to obtain zinc oxide fine particles with strictly controlled morphology, such as particle 
size, shape and surface condition of the primary particles, and the state of dispersion or agglomeration, in agreement 
45 with the end use. 

In recent years, development of zinc oxide-based fine particles practically having a particle size of not greater than 
0.1 has been demanded for use as a weatherable and heat-resistant material which is highly transparent in the vis- 
ible region and also capable of absorbing ultraviolet light, i.e., a so-called transparent UV absorber. Processes hitherto 
proposed for producing such fine particles include (3) a method comprising gas phase oxidation of zinc vapor and (4) 

so a wet process, such as a process comprising hydrolysis of a zinc salt in an alkali aqueous solution (see JP-A-4-1 6481 3 
and JP-A-4-3571 14. the term "JP-A" as used herein means an "unexamined published Japanese patent application") 
and a process in which a mixed solution of an acidic salt of zinc and ammonium acetate and hydrogen sulfide are sub- 
jected to autodaving to form zinc sulfide, which is then subjected to oxidation (see JP-A-2-31 1314). The fine particles 
as obtained by the method (3) are powder having undergone firm secondary agglomeration as stated above and. when 

55 added to plastic moldings, such as fiber, a plate or a f flm, or coatings for the purpose of imparting UV absorptivity or 
improving weatherability, fail to provide products having satisfactory transparency. Further, when the fine particles are 
dispersed in an appropriate solvent and, if necessary, mixed with a binder resin to prepare a coating agent, and the 
coating agent is applied to a transparent substrate, such as glass or a plastic film, for the purpose of imparting UV 
absorptivity, the resulting coating film has poor transparency and homogeneity. On the other hand, the wet processes 
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(4) involve complicated steps and unavoidably incur high cost. Thus, a process for producing zinc oxide-based fine par- 
ticles which manifest the functions and characteristics of fine particles to the full extent and still have general-purpose 
properties is unknown. 

Since zinc oxide fine particles have excellent UV screening power (in absorbing or scattering), they are used in 
5 coating films or resin molded articles endowed with U V screening power. However, zinc oxide fine particles have low 
dispersibility due to their liability to agglomeration. 

Light-diffusing compositions comprising transparent inorganic fine particles, e.g., calcium carbonate, silica or bar- 
ium sulfate, as dispersed in a binder component capable of dispersing such fine particles (e.g., methacrylic resins) are 
known. The light-diffusing compositions are used as a coating composition to be applied to a transparent substrate to 
io form a light-diffusing layer or as a molding material to be molded into a molded article having light-diffusing properties, 
to provide a diffuser. The diffusing properties of these diffusers are based on light scattering at the interface between 
the inorganic transparent fine particles and the binder component due to the difference in refractive index therebe- 
tween. 

However, the inorganic transparent particles of calcium carbonate, silica, barium sulfate, and the like do not have a 
is UV screening function. Further, these diffusers essentially have poor mechanical characteristics on account of low affin- 
ity between the inorganic transparent particles and the binder component. Furthermore, since the diffusers should con- 
tain a large quantity of the inorganic transparent particles for achieving high diffusing properties, they have a reduced 
percent transmission and further reduced mechanical characteristics. 

There has recently been an increasing demand for antistatic treatment on glass products or plastic products (films 
20 and fibers) for use as window panes of a clean room, CRT screens, flooring, wall covering, clothing, and the like for the 
purpose of preventing adhesion of dust. 

An insulator, such as resin, can be made electrically conductive by, for example, dispersing a conducting agent in 
resin or applying a coating composition having dispersed therein a conducting agent on a substrate to form an electri- 
cally conductive layer. Known conducting agents include fine particles of metals, e.g., nickel (Ni), copper (Cu) or alumi- 
25 num (Al); fine particles of metal oxides, such as those obtained by reducing metal oxides represented by titanium black, 
and electrically conducting white metal oxides activated with different elements (e.g., tin oxide-based particles, indium 
oxide-based particles, and zinc oxide-based particles); carbonaceous fine particles of carbon black, graphite, etc.; and 
organic conducting agents represented by nonionic. anionic, cationic or amphoteric surface active agents. 

Of these conducting agents, organic ones, whose conductivity-imparting action is based on tonic conduction and 
30 therefore dependent on humidity, unsuccessfully work at a low humidity. Besides, those having a low molecular weight 
bleed out with time and undergo deterioration in performance. 

To the contrary, metallic, metal oxide type, or carbonaceous conducting agents, whose action is based on electron 
conduction, are substantially independent on humidity. Although superior to organic ones in this point, the metal oxide 
conducting agents obtained by reduction of titanium black, etc. and the carbonaceous conducting agents assume a 
35 black or nearly black color, and the metallic conducting agents reflect visible light strongly. Therefore, it is extremely dif- 
ficult to retain the transparency of the substrate or matrix, and the application of these conducting agents is so limited. 

On the other hand, it is known that a coating film formed of ink or a coating composition having dispersed therein 
such white conducting particles as antimony-doped tin oxide and tin-doped indium oxide or a film formed of a resin com- 
position having dispersed therein these particles successfully impart conductivity for producing antistatic effect without 
40 impairing the hue of the substrate or the matrix. A film formed of these oxides by gas phase film formation, such as sput- 
tering, has high electrical conductivity and has been used as a transparent electrode of flat displays, such as liquid crys- 
tal displays and electroluminescence displays, an electrode for touch panels of word processors, electronic game 
equipment, etc., and an antistatic film. However, because the raw materials of tin oxide- or indium oxide-based particles 
are very expensive, and gas phase film formation requires expensive equipment, this technique does not seem appli- 
es cable generally. 

In recent times, a material has been demanded, which can be applied to or incorporated into glass products, such 
as window panes, or resin products, such as polyester or (meth)acrylic films or sheets, without impairing the transpar- 
ency or hue of the substrate or matrix and effectively shield these products from ultraviolet rays, inclusive of UV-B (280 
to 320 nm) and UV-A (320 to 400 nm), and heat rays. 
50 Conventional materials known for their UV screening effect include organic UV absorbers, such as benzotriazole 
compounds and benzophenone compounds, and inorganic UV absorbers, such as titanium oxide, zinc oxide, and 
cerium oxide. However, none of them has a heat ray screening effect. 

Known heat ray screens include organic dyes having absorptivity in the infrared region, such as anthraquinone 
type, polymethine type, cyanine type, aluminum type or diimonium type dyes, and the aforementioned tin oxide- or 
55 indium oxide-based conducting particles, but none of them screens out ultraviolet rays effectively. 

It is known that fine particles of mica coated with a titanium oxide thin film absorb ultraviolet light owing to the tita- 
nium oxide coat and, having a multi-layer structure, scatter electromagnetic waves in the heat ray region to some extent. 
However, the particles have insufficient visible light transmitting properties and are not deemed to fit the above- 
described needs. * 
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Ultraf ine or thin titanium oxide particles do not possess the above-described effects of design, though having a UV 
cutting effect and higher visible light transmitting properties than titanium white that is a white pigment. 

Although titanium oxide-coated mica is capable of preventing transmission of heat rays and ultraviolet rays, they 
have a pearly luster, lacking transparency, and is therefore inferior in terms of the above-mentioned attractiveness of 
s appearance. 

Ultrafine or thin plate like zinc oxide particles have transparency to visible light and, as compared with titanium 
oxide fine particles, cut ultraviolet rays over a longer wavelength side, and retain the UV cutting effect over an extended 
time period. However, zinc oxide fine particles do not possess the above-described effect of design and transmit heat 
rays. 

io An object of the present invention is to provide a highly productive process for producing zinc oxide fine particles 
with their size, shape and surface conditions controlled and also with the degree of dispersion and agglomeration con- 
trolled, which comprises heating a mixture of zinc or a compound thereof, a carboxyl-containing compound, and an 
alcohol. 

Another object of the invention is to provide an industrial process for producing zinc oxide fine particles which can 
15 manifest the functions and characteristics of fine particles having excellent transparency to the full extent in practical 
use. 

Still another object of the invention is to provide zinc oxide-polymer composite particles which exhibit UV screening 
power, controlled visible light transmitting properties combined with controlled light diffusing properties, and excellent 
dispersibility. 

20 Yet another object of the invention is to provide a process for producing such zinc oxide-polymer composite parti- 
cles with satisfactory productivity. 

A further object of the invention is to provide inorganic compound particles which show abnormal light transmitting 
properties ascribed to their unique geometrical characteristics not heretofore attained. 

A still further object of the invention is to provide a process for producing such inorganic compound particles with 
25 satisfactory productivity. 

A yet further object of the invention is to provide zinc oxide-based particles which comprise zinc oxide having excel- 
lent UV screening properties as a base to which heat ray screening properties and electrical conductivity are imparted, 
and which are easily made transparent 

A yet another object of the invention is to provide a process for producing such zinc oxide-based particles with high 
30 productivity. 

A yet another object of the invention is to provide coating compositions, coated articles, resin compositions, resin 
molded articles, paper, and cosmetics which contain the above-described zinc oxide fine particles, zinc oxide-polymer 
composite particles, inorganic compound particles or zinc oxide-based particles so that the characteristics possesses 
by these particles may be taken advantage of. 

35 

Disclosure of the Invention 

The inventors of the present invention have conducted extensive investigations in order to accomplish the above 
objects and, as a result, reached the invention. 

The invention embraces the following embodiments. 

(1) A process for producing zinc oxide fine particles comprising heating a mixture comprising a zinc source, a car- 
boxyl-containing compound, and an alcohol. 

(2) A process for producing zinc oxide fine particles as described in (1), which comprises a first mixing step of pre- 
paring a first mixture comprising a zinc source and a carboxyl-containing compound and a second mixing step of 
mixing the first mixture with a heated alcohol-containing solution. 

(3) A process for producing inorganic compound particles as described in (2), wherein the second mixing step is a 
step of adding the first mixture to an alcohol-containing solvent maintained at 100°C or above and mixing them. 

(4) A process for producing zinc oxide fine particles as described in any of (1) to (3), wherein the process comprises 
a first mixing step of preparing a first mixture comprising a zinc source and a carboxyl-containing compound, a sec- 
ond mixing step of mixing the first mixture maintained at 60°C or above with an alcohol -containing solution main- 
tained at 100°C or above to obtain a second mixture, and a step of heating the second mixture. 

(5) A process for producing zinc oxide fine particles as described in any of (1) to (4), wherein the resulting zinc 
oxide fine particles have an average primary particle size ranging from 0.005 to 10 jim. 

(6) A process for producing zinc oxide fine particles as described in any of (1) to (5). wherein the zinc source is 
selected from the group consisting of zinc oxide, zinc hydroxide, and zinc acetate. 

(7) A process for producing zinc oxide fine particles as described in any of (1) to (6), wherein the carboxyl-contain- 
ing compound comprises a saturated fatty acid having a boiling point of 200°C or lower at atmospheric pressure. 

(8) A process for producing zinc oxide fine particles as described in.any of (4) to (7), wherein the second mixing 
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step and/or the heating step is/are carried out in the presence of a compound additive containing one or more than 
one atomic group of at least one kind selected from the group consisting of a carboxyl group, an amino group, a 
quaternary ammonio group, an amido group, an imido bond, a hydroxyl group, a carboxylic acid ester bond, a ure- 
thane group, a urethane bond, a ureido group, a ureylene bond, an isocyanate group, an epoxy group, a phosphoric 
acid group, a metallic hydroxyl group, a metallic alkoxy group, and a sulfonic acid group in the molecule thereof and 
having a molecular weight of less than 1 ,000. 

(9) A process for producing zinc oxide fine particles as described in any of (1) to (8), wherein the second mixing 
step or the heating step is carried out in the presence of carbon dioxide and/or a carbon source. 

(10) A process for producing zinc oxide-polymer composite particles, which comprises heating a mixture compris- 
ing a zinc source, a carboxyl-containing compound, a polymer, and an alcohol at a temperature of 100°C or higher. 

(11) A process for producing zinc oxide-polymer composite particles as described in (10). wherein the process 
comprises a first mixing step of preparing a first mixture comprising a zinc source and a carboxyl-containing com- 
pound and a second mixing step of mixing the first mixture with a heated alcohol-containing solution, and the pol- 
ymer is added in at least one step selected from the first mixing step and the second mixing step. 

(12) A process for producing zinc oxide-polymer composite particles as described in (10) or (1 1), wherein the proc- 
ess comprises a first mixing step of preparing a first mixture comprising a zinc source and a caiboxyl -containing 
compound, a second mixing step of mixing the first mixture maintained at 60°C or above with an alcohol -containing 
solution maintained at 100°C or above to obtain a second mixture, and a step of heating the second mixture, and 
the polymer is added in at least one step selected from the first mixing step, the second mixing step, and the heat- 
ing step. 

(13) A process for producing zinc oxide-polymer composite particles as described in (11), wherein the first mixing 
step is a step of dissolving the zinc source in a mixed solvent of the carboxyl-containing compound and water. 

(14) A process for producing zinc oxide-polymer composite particles as described in any of (10) to (13), wherein 
the polymer contains at least one polar atomic group. 

(15) A process for producing zinc oxide-polymer composite particles as described in (14), wherein the atomic group 
is at least one member selected from the group consisting of a carboxyl group, an amino group, a quaternary 
ammonio group, an amido group, an imido bond, a hydroxyl group, a carboxylic acid ester bond, a urethane group, 
a urethane bond, a ureido group, a ureylene bond, an isocyanate group, an epoxy group, a phosphoric acid group, 
a metallic hydroxyl group, a metallic alkoxy group, and a sulfonic acid group. 

(16) A process for producing zinc oxide-polymer composite particles as described in any of (10) to (15). wherein 
the zinc source is selected from the group consisting of zinc oxide, zinc hydroxide, and zinc acetate. 

(17) A process for producing zinc oxide-polymer composite particles as described in any of (10) to (16). wherein 
the carboxyl-containing compound comprises a saturated fatty acid having a boiling point of 200°C or lower at 
atmospheric pressure. 

(18) A process for producing zinc oxide-polymer composite particles as described in any of (10) to (17), wherein 
the polymer is used at a weight ratio of 0.01 to 1.0 to the zinc atoms, in terms of zinc oxide, present in the zinc 
source. 

(19) A process for producing inorganic compound particles having on their surface a cluster of thin plate like zinc 
oxide crystals with their tip projecting outward, which comprises heating a mixture comprising a zinc source, a car- 
boxyl-containing compound, lactic acid or a compound thereof, and an alcohol at a temperature of 1 00°C or higher. 

(20) A process for producing inorganic compound particles as described in (19), wherein the process comprises a 
first mixing step of preparing a first mixture comprising a zinc source and a carboxyl-containing compound and a 
second mixing step of mixing the first mixture with a heated alcohol-containing solution, and the lactic acid or a 
compound thereof is added in at least one step selected from the first mixing step and the second mixing step. 

(21) A process for producing inorganic compound particles described in (19), wherein the process comprises a first 
mixing step of preparing a f irst mixture comprising a zinc source and a carboxyl-containing compound, a second 
mixing step of mixing the first mixture maintained at 60°C with an alcohol -containing solution maintained at 100°C 
or above to obtain a second mixture, and a heating step of heating the second mixture, and the lactic acid or a com- 
pound thereof is added in at least one step selected from the first mixing step, the second mixing step, and the heat- 
ing step. 

(22) A process for producing inorganic compound particles as described in (21), wherein the first mixing step is a 
step of dissolving the zinc source in a mixed solvent of the carboxyl-containing compound and water. 

(23) A process for producing inorganic compound particles as described in any of (19) to (22). wherein the lactic 
acid or a compound thereof is at least one compound selected from the group consisting of lactic acid, a lactic acid 
metal salt, and a lactic ester. 

(24) A process for producing inorganic compound particles as described in any of (19) to (23). wherein the zinc 
source is selected from the group consisting of zinc oxide, zinc hydroxide, and zinc acetate. 

(25) A process for producing inorganic compound particles as described in any of (19) to (24), wherein the car- 
boxyl-containing compound comprises a saturated fatty acid having a boiling point of 200°C or lower at atmos- 
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pheric pressure. 

(26) A process for producing inorganic compound particles as described in any of (20) to (25), wherein the lactic 
acid or a compound thereof is used at a lactic acid to zinc molar ratio of 0.001 to 0.4. 

(27) A process for producing zinc oxide-based particles comprising heating a mixture comprising a zinc source, a 
5 carboxyl -containing compound, at least one element additive selected from the group consisting of the group 1MB 

metal elements and the group IVB metal elements, and an alcohol at a temperature of 100°C or higher. 

(28) A process for producing zinc oxide-based particles as described in (27), wherein the process comprises a first 
mixing step of preparing a first mixture comprising a zinc source and a carboxyl-containing compound and a sec- 
ond mixing step of mixing the first mixture with a heated alcohol-containing solution, and the element additive is 

10 added in at least one step selected from the first mixing step and the second mixing step. 

(29) A process for producing zinc oxide-based particles as described in (27) or (28), wherein the process com- 
prises a first mixing step of preparing a first mixture comprising a zinc source and a carboxyl-containing compound, 
a second mixing step of mixing the first mixture maintained at 60°C or above with an alcohol-containing solution 
maintained at 100°C or above to obtain a second mixture, and a heating step of heating the second mixture, and 

15 the element additive is added in at least one step selected from the first mixing step, the second mixing step, and 
the heating step. 

(30) A process for producing zinc oxide-based particles as described in any of (27) to (29), wherein the group IIIB 
metal element is indium and/or aluminum. 

(31) A process for producing zinc oxide-based particles as described in any of (27) to (30), wherein the zinc source 
20 is selected from the group consisting of zinc oxide, zinc hydroxide, and zinc acetate. 

(32) A process for producing zinc oxide-based particles as described in any of (27) to (31), wherein the carboxyl- 
containing compound comprises a saturated fatty acid having a boiling point of 200°C or lower at atmospheric pres- 
sure. 

(33) A process for producing zinc oxide-based particles as described in any of (28) to (32), wherein any of the steps 
25 is conducted in the presence of lactic acid or a compound thereof. 

(34) A process for producing zinc oxide-based particles as described in any of (28) to (32), wherein any of the steps 
is conducted in the presence of a polymer. 

(35) A process for producing zinc oxide-based particles as described in any of (29) to (32), wherein the second mix- 
ing step and/or the heating step is/are carried out in the presence of a compound additive containing one or more 

30 than one atomic group of at least one kind selected from the group consisting of a carboxyl group, an amino group, 
a quaternary ammonio group, an amido group, an imido bond, a hydroxyl group, a carboxylic acid ester bond, a ure- 
thane group, a urethane bond, a ureido group, a ureylene bond, an isocyanate group, an epoxy group, a phosphoric 
acid group, a metallic hydroxyl group, a metallic alkoxy group, and a sulfonic acid group in the molecule thereof and 
having a molecular weight of less than 1 ,000. 

35 (36) A process for producing zinc oxide-based particles as described in any of (29) to (32), wherein the second mix- 
ing step or the heating step is carried out in the presence of carbon dioxide and/or a carbonic acid source. 

(37) Zinc oxide-polymer composite particles which comprise zinc oxide fine particles and a polymer, the proportion 
of the zinc oxide fine particles being 50 to 99% by weight based on the total weight of the zinc oxide fine particles 
and the polymer, and the zinc oxide fine particles having an outer shell composed of a mixture and/or a composite 

40 of the zinc oxide fine particles and the polymer with the inside of the outer shell being hollow. 

(38) Zinc oxide-polymer composite particles as described in (37), wherein the composite particles have a number 
average particle size of 0.1 to 10 jam with a coefficient of particle size variation being not more than 30%. 

(39) Zinc oxide-polymer composite particles as described in (38), wherein the zinc oxide fine particles have a 
number average particle size of 0.005 to 0. 1 *im, the ratio of the number average particle size of the zinc oxide fine 

45 particles to the number average particle size of the zinc oxide-polymer composite particles being 1/10 to 1/1 ,000. 

(40) Zinc oxide-polymer composite particles as described in any of (37) to (39), wherein the composite particles 
have a spherical shape and/or an ellipsoidal shape. 

(41) Zinc oxide-polymer composite particles as described in any of (37) to (40), wherein the polymer contains at 
least one polar atomic group. 

so (42) Zinc oxide-polymer composite particles as described in (41 ), wherein the atomic group is at least one member 
selected from the group consisting of a carboxyl group, an amino group, a quaternary ammonio group, an amido 
group, an imido bond, a hydroxyl group, a carboxylic acid ester bond, a urethane group, a urethane bond, a ureido 
group, a ureylene bond, an isocyanate group, an epoxy group, a phosphoric acid group, a metallic hydroxyl group, 
a metallic alkoxy group, and a sulfonic acid group. 

55 (43) Inorganic compound particles containing 60 to 1 00% by weight of zinc oxide and having on their surface a clus- 
ter of thin plate like zinc oxide crystals with their tip projecting outward. 

(44) Inorganic compound particles as described in (43), wherein the particles have a major axis/minor axis ratio of 
.!• 1.0 to 5.0. 

(45) Inorganic compound particles as descrtoed in (43) or (44), wherein the particles have a number average par- 



7 



BNSDOCID: <EP. 



0768277A1_I_> 



EP 0 768 277 A1 

tide size of 0.1 to 10 urn with a coefficient of particle size variation being not more than 30%. 

(46) Inorganic compound particles as described in (43) to (45). wherein the particles are hollow. 

(47) Inorganic compound particles as described in (43) to (45). wherein the particles are porous. 

(48) Inorganic compound particles as described in any of (43) to (46). wherein the thin plate like zinc ox.de crystals 
5 are thin plates having a flatness of 2 to 200. . 

(49) Inorganic compound particles as described in (48). wherein the thin plates have a major axis of 5 to 1 .000 nm 

(50) Zinc oxide-based particles comprising a metal oxide co-precipitate containing, as a metallic component at 
least one element additive selected from the group consisting of the group IIIB metal elements and the group IVB 
metal elements and zinc, having a zinc content of 80 to 99.9% in terms of the ratio of the number of zinc atoms to 

w the total number of the atoms of the metallic components, and having X-ray crystallographically exhibiting zinc 
oxide crystalline properties. . , . 

(51) Zinc oxide-based particles as described in (50). wherein the element additive is indium and/or aluminum 

(52) Zinc oxide-based particles as described in (46) or (51). wherein the particles consist of single parties of the 
metal oxide co-precipitate. . 

15 (53) Zinc oxide-based particles in which the single particles described in (52) form composite particles with a pol- 

(54) Zinc oxide-based particles as described in (52) or (53). wherein the particles have an average shortest diam- 
eter of 0.001 to 0.1 jim. , . ^ 

(55) Zinc oxide-based particles which are secondary particles formed by agglomerate of primary particles, the 
20 primary particles being the single particles described in any of (52) to (54) which constitute the zinc oxide-based 

■sn I" fir* l pc 

(56) Zinc oxide-based particles as described in (55). wherein the secondary particles are hollow particles made up 

solely of an outer shell. .. . . 

(57) Zinc oxide-based particles as described in (55) or (56). wherein the particles are hollow particles made up 
25 solely of an outer shell composed of the single particles and the polymer. 

(58) Zinc oxide-based particles as described in any of (55) to (57). wherein the particles have an average particle 
size ranging from 0.001 to 10 um. 

(59) A coating composition comprising zinc oxide fine particles produced by the process described in any of (1) to 
(9) and a binder component capable of forming a coating film binding the zinc oxide fine particles, the proportion of 
the zinc oxide fine particles being 0.1 to 99% by weight and the proportion of the binder component being 1 to 
99 9% by weight each based on the total solids content of the zinc oxide fine particles and the binder component. 

(60) A coated article comprising at least one substrate selected from the group consisting of a resin molded article 
glass and paper and a coating film provided on the substrate which is formed of the coating compositon descnbed 

(6UA resin composition comprising the zinc oxide fine particles produced by the process descrbed in any of (1) 
to (9) and a resin capable of forming a continuous phase having dispersed therein the zinc oxide fine particles, the 
proportion of the zinc oxide fine particles being 0.1 to 99% by weight and the proportion of the resin being 1 to 
99 9% by weight each based on the total solids content of the zinc oxide fine particles and the resin. 

(62) A resin molded article obtained by molding the resin composition described in (61) into at least one shape 
40 selected from the group consisting of a plate, a sheet, a film, and fiber. 

(63) Paper comprising pulp made into paper and having dispensed therein the zinc oxide fine particles produced by 
the process described in any of (1) to (9). the proportion of the zinc oxide fine particles being 0.01 to 50% by we.gnt 

based on the pulp. . 

(64) A cosmetic containing 0.1% by weight or more of the zinc oxide fine particles produced by the process 

45 described in any of (1)to (9). 

(65) A coating composition comprising the zinc oxide-polymer composite parttcles described in any o (37) to (42). 
a binder component capable of forming a transparent or semrtransparent continuous phase, and a solvent capable 
of dispersing the composite particles and capable of dispersing and/or dissolving the binder component. 

(66) A coating composition comprising zinc oxide-polymer composite particles produced by the process described 
so in any of (1 0) to (18), a binder component capable of forming a transparent or semrtransparent continuous phase, 

and a solvent capable of dispersing the composite particles and capable of dispersing and/or dissolvmg the binder 

(67VA coated article comprising a transparent or semitransparent substrate and a coating film provided on the sur- 
face of the substrate which is formed of the coating composition described in (65) or (66). 
55 (68) A resin composition comprising the zinc oxide-polymer composite particles descnbed in any of (37) to (42) and 
a resin capable of forming a transparent or semrtransparent continuous phase. 

(69) A resin composition comprising the zinc oxide-polymer composite particles produced by the process 
described in any of (10) to (1 8) and a resin capable of forming a transparent or semrtransparent continuous phase. 

(70) A resin molded article obtained by molding the resin composition described in (68) or (69) into at least one 
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shape selected from the group consisting of a plate, a sheet, a film, and fiber. 

(71) Paper comprising pulp made into paper and having dispersed therein zinc oxide-polymer composite particles 
described in any of (37) to (42), the proportion of the composite particles being 0.01 to 50% by weight based on the 
pulp. 

5 (72) Paper comprising pulp made into paper and having dispersed therein the zinc oxide-polymer composite parti- 

cles produced by the process described in any of (10) to (18), the proportion of the composite particles being 0.01 
to 50% by weight based on the pulp. 

(73) A cosmetic containing 0.1% by weight or more of the zinc oxide-polymer composite particles described in any 
of (37) to (42). 

10 (77) A cosmetic containing 0.1% by weight or more of the zinc oxide-polymer composite particles produced by the 
process described in any of (10) to (1 8). 

(75) A diffuser for back-lighting a liquid crystal display, which has a resin layer containing the zinc oxide-polymer 
composite particles described in any of (37) to (42). 

(76) A diffuser for back-lighting a liquid crystal display, which has a resin layer containing the zinc oxide-polymer 
is composite particles produced by the process described in any of (1 0) to (1 8). 

(77) A diffuser for back-lighting a liquid crystal display, which has a resin layer containing the zinc oxide-based par- 
ticles produced by the process described in any of (27) to (36). 

(78) A diffuser for back-lighting a liquid crystal display, which has a resin layer containing the zinc oxide-based par- 
ticles described in any of (50) to (58). 

20 (79) A coating composition comprising the zinc oxide-based particles described in any of (50) to (58) and a binder 

component capable of forming a coating film binding the zinc oxide-based particles, the proportion of the zinc 
oxide-based particles being 0.1 to 99% by weight and the proportion of the binder component being 1 to 99.9% by 
weight each based on the total solids content of the zinc oxide-based particles and the binder component. 

(80) A coated article comprising at least one substrate selected from the group consisting of a resin molded article, 
25 glass and paper and a coating film provided on the substrate which is formed of the coating composition described 

in (79). 

(81) A resin composition comprising the zinc oxide-based particles described in any of (50) to (58) and a resin 
capable of forming a continuous phase having dispersed therein the zinc oxide-based particles, the proportion of 
the zinc oxide-based particles being 0.1 to 99% by weight and the proportion of the resin being 1 to 99.9% by 

30 weight each based on the total solids content of the zinc oxide-based particles and the resin. 

(82) A resin molded article obtained by molding the resin composition described in (81) into at least one shape 
selected from the group consisting of a plate, a sheet, a film, and fiber. 

(83) Paper comprising pulp made into paper and having dispersed therein the zinc oxide-based particles described 
in any of (50) to (58), the proportion of the zinc oxide-based particles being 0.01 to 50% by weight based on the 

35 pulp. 

(84) A cosmetic containing 0.1% by weight or more of the zinc oxide-based particles process described in any of 
(50) to (58). 

(85) A coating composition comprising the inorganic compound particles described in any of (43) to (49) and a 
binder component capable of forming a coating film binding the inorganic compound particles, the proportion of the 

40 inorganic compound particles being 0.1 to 99% by weight and the proportion of the binder component being 1 to 
99.9% by weight each based on the total solids content of the inorganic compound particles and the binder com- 
ponent. 

(86) A coated article comprising at least one substrate selected from the group consisting of a resin molded article, 
glass and paper and a coating film provided on the substrate which is formed of the coating composition described 

45 in (85). 

(87) A resin composition comprising the inorganic compound particles described in any of (43) to (49) and a resin 
capable of forming a continuous phase having dispersed therein the inorganic compound particles, the proportion 
of the inorganic compound particles being 0.1 to 99% by weight and the proportion of the resin being 1 to 99.9% 
by weight each based on the total solids content of the inorganic compound particles and the resin. 

so (88) A resin molded article obtained by molding the resin composition descrfoed in (87) into at least one shape 
selected from the group consisting of a plate, a sheet, a film, and fiber. 

(89) Paper comprising pulp made into paper and having dispersed therein the inorganic compound particles 
described in any of (43) to (49), the proportion of the inorganic compound particles being 0.01 to 50% by weight 
based on the pulp. 

55 (90) A cosmetic containing 0. 1 % by weight or more of the inorganic compound particles described in any of (43) to 
(49). 

(91) An antimicrobial agent comprising the inorganic compound particles described in any of (43) to (49). 

(92) A controlled releasing agent comprising the inorganic compound particles described in any of (43) to (49). 

(93) An adsorbent comprising the inorganic compound particles described in any of (43) to (49). 
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(94) A coating composition comprising the zinc oxide-based particles produced by the process described in any of 
(27) to (36) and a binder component capable of forming a coating film binding the zinc oxide-based particles, the 
proportion of the zinc oxide-based particles being 0. 1 to 99% by weight and the proportion of the binder component 
being 1 to 99.9% by weight each based on the total solids content of the zinc oxide-based particles and the binder 

5 component. 

(95) A coated article comprising at least one substrate selected from the group consisting of a resin molded article, 
glass and paper and a coating film provided on the substrate which is formed of the coating composition described 
in (94). 

(96) A resin composition comprising the zinc oxide-based particles produced by the process described in any of 
10 (27) to (36) and a resin capable of forming a continuous phase having dispersed therein the zinc oxide-based par- 
ticles, the proportion of the zinc oxide-based particles being 0.1 to 99% by weight and the proportion of the resin 
being 1 to 99.9% by weight each based on the total solids content of the zinc oxide-based particles and the resin. 

(97) A resin molded article obtained by molding the resin composition described in (96) into at least one shape 
selected from the group consisting of a plate, a sheet, a film, and fiber. 

is (98) Paper comprising pulp made into paper and having dispersed therein the zinc oxide-based particles produced 
by the process described in any of (27) to (36), the proportion of the zinc oxide-based particles being 0.01 to 50% 
by weight based on the pulp. 

(99) A cosmetic containing 0.1% by weight or more of the zinc oxide-based particles produced by the process 
described in any of (27) to (36). 

20 (100) A coating composition comprising the inorganic compound particles produced by the process described in 
any of (19) to (26) and a binder component capable of forming a coating film binding the inorganic compound par- 
ticles, the proportion of the inorganic compound particles being 0.1 to 99% by weight and the proportion of the 
binder component being 1 to 99.9% by weight each based on the total solids content of the inorganic compound 
particles and the binder component. 

25 (101) A coated article comprising at least one substrate selected from the group consisting of a resin molded arti- 
cle, glass and paper and a coating film provided on the substrate which is formed of the coating composition 
described in (100). 

(102) A resin composition comprising the inorganic compound particles produced by the process described in any 
of (19) to (26) and a resin capable of forming a continuous phase having dispersed therein the inorganic compound 

30 particles, the proportion of the inorganic compound particles being 0.1 to 99% by weight and the proportion of the 
resin being 1 to 99.9% by weight each based on the total solids content of the inorganic compound particles and 
the resin. 

(103) A resin molded article obtained by molding the resin composition described in (102) into at least one shape 
selected from the group consisting of a plate, a sheet, a film, and fiber. 

35 (104) Paper comprising pulp made into paper and having dispersed therein the inorganic compound particles pro- 
duced by the process described in any of (19) to (26), the proportion of the inorganic compound particles being 
0.01 to 50% by weight based on the pulp. 

(105) A cosmetic containing 0.1% by weight or more of the inorganic compound particles produced by the process 
described in any of (19) to (26). 
40 (106) An antimicrobial agent comprising the inorganic compound particles produced by the process described in 
any of (19) to (26). 

(107) A controlled releasing agent comprising the inorganic compound particles produced by the process 
described in any of (19) to (26). 

(108) An adsorbent comprising the inorganic compound particles produced by the process described in any of (19) 

45 to (26). 

(109) An adhesive comprising zinc oxide-polymer composite particles produced by the process described in any of 
(10) to (18). 

(1 10) An adhesive comprising the zinc oxide-polymer composite particles described in any of (37) to (42). 

so The present invention will be described below in detail. 

The process for producing zinc oxide fine particles described in (1) to (9) above is first explained. 
The zinc oxide fine particles as referred to in the invention essentially comprise zinc atoms and oxygen atoms in a 
proportion of 60% by weight or more in the form of ZnO and exhibit an X-ray diffraction pattern of a hexagonal system 
(wurtzite structure), a cubic system (rock salt structure) or a face-centered-cubic structure. Therefore, as far as the 

55 amount of zinc and oxygen falls within the above range, the zinc oxide fine particles include composite fine particles of 
zinc oxide crystals and a metal element other than zinc, e.g.. an alkali metal or an alkaline earth metal, in the form of 
an atom or an ion; fine particles of solid solutions of an inorganic compound of a metal element other than zinc, e.g., an 
oxide, a hydroxide, a sulfide, a nitride, a carbide or a carbonate, in zinc oxide crystals; fine particles in which an orga- 
nometallic compound, such as a coupling agent (e.g., a silane coupling agent and an alumina coupling agent), an orga- 
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nosiloxane or a chelate compound, is bound to the surface of the zinc oxide crystals or forms a coating layer on the 
surface of the zinc oxide crystals; and fine particles containing a halogen element, an inorganic acid (e.g., a sulfuric acid 
radical and a nitric acid radical) or an organic compound (e.g., a fatty acid, an alcohol, and an amine) in the inside 
and/or on the surface thereof. 

While the size of the zinc oxide fine particles obtained by the process of the invention is not particularly limited, zinc 
oxide fine particles having an average primary particle size controlled within a range of from 0.005 to 1 0 jim, particularly 
of from 0.005 to 0. 1 [im, and exhibiting excellent dispersibility can be produced through a simple process not heretofore 
attempted. 

The zinc oxide fine particles prepared by the process of the invention are obtained as a dispersion containing 1 to 
80% by weight, in terms of zinc oxide, of finely divided zinc oxide particles. The zinc oxide fine particles can be in the 
following state in the dispersion. 

(a) Primary particles are finely dispersed without undergoing secondary agglomeration. 

(b) Primary particles are in a secondarily agglomerated state partly or totally. 

(c) Particles of different kind in which zinc oxide primary particles are dispersed are dispersed. 

All the states illustrated above are included in the concept represented by the term "dispersion" of zinc oxide fine 
particles. 

The zinc source used as a raw material is by no means limited provided that it is zinc or a compound containing 
zinc. Preferred zinc sources include metallic zinc (zinc powder), zinc oxide (zinc white), zinc hydroxide, basic zinc car- 
bonate, zinc acetate, zinc octylate, zinc stearate, zinc oxalate, zinc lactate, zinc tartrate, and zinc naphthenate; for they 
do not require a desalting step that has been essential in a conventional process starting with zinc chloride, zinc nitrate, 
zinc sulfate, etc. Still preferred of them are metallic zinc (zinc powder), zinc oxide (zinc white), zinc hydroxide, basic zinc 
carbonate, and zinc acetate for their inexpensiveness and ease in handling. Zinc oxide, zinc hydroxide, and zinc acetate 
are particularly preferred for ease in controlling the size and shape of the resulting zinc oxide fine particles. 

The carboxyl-containing compound for use in the invention includes all the compounds containing at least one car- 
boxyl group per molecule. Specific examples of such compounds include acyclic carboxylic acids, such as saturated 
fatty acids (or saturated monocarboxylic acids), e.g., formic acid, acetic acid, propionic acid, isobutyric acid, caproic 
acid, capryiic acid, lauric acid, myristic acid, palmitic acid, and stearic acid; unsaturated fatty acids (or unsaturated 
monocarboxylic acids), e.g., acrylic acid, methacrylic acid, crotonic acid, oleic acid, and linolenic acid; saturated poly- 
carboxylic acids, e.g., oxalic acid, malonic acid, succinic acid, adipic acid, suberic acid, and p,p-dimethylglutaric acid; 
and unsaturated polycarboxylic acids, e.g., maleic acid and fumaric acid; cyclic saturated carboxylic acids, such as 
cyclohexanecarboxylic acid; aromatic carboxylic acids, such as aromatic monocarboxylic acids, e.g., benzoic acid, phe- 
nylacetic acid, and toluylic acid; and unsaturated polycarboxylic acids, e.g., phthalic acid, isophthalic acid, terephthalic 
acid, pyromellitic acid, and trimeliitic acid; carboxylic acid anhydrides, such as acetic anhydride, maleic anhydride, and 
pyromellitic anhydride; compounds having a functional group or atomic group other than a carboxylic group (e.g., a 
hydroxyl group, an amino group, a nitro group, an alkoxy group, a sulfonic acid group, a cyano group, a halogen atom, 
etc.) in the molecule thereof, such as trrf luoroacetic acid, monochloroacetic acid, o-chlorobenzoic acid, o-nitrobenzoic 
acid, anthranilic acid, p-aminobenzoic acid, anisic acid (i.e., p-methoxybenzoic acid), toluylic acid, lactic acid, and sali- 
cylic acid (i.e., o-hydroxybenzoic acid); and polymers comprising the above-described unsaturated carboxylic acid as 
at least one constituent unit, such as acrylic acid homopolymers and acrylic acid-methyl methacrylate copolymers. Pre- 
ferred among them are saturated fatty acids having a boiling point of 200°C or lower at atmospheric pressure. 

The carboxyl-containing compound further include carboxyl-containing zinc compounds, such as zinc carboxy- 
lates, e.g., zinc acetate and zinc oxalate. When such zinc compounds are used as a zinc source, it is not always nec- 
essary to separately add the above-mentioned carboxyl-containing compound. 

The alcohol which can be used as a raw material in the invention includes aliphatic monohydric alcohols, such as 
methanol, ethanol, isopropyl alcohol, n-butanol, t-butyl alcohol, and stearyl alcohol; aliphatic unsaturated monohydric 
alcohols, such as allyl alcohol, crotyl alcohol, and propargyl alcohol; alicyclic monohydric alcohols, such as cyclopenta- 
nol and cyclohexanol; aromatic monohydric alcohols, such as benzyl alcohol, cinnamyl alcohol, and methyl phenyl car- 
binol; heterocyclic monohydric alcohols, such as furfuryl alcohol; glycols, such as ethylene glycol, propylene glycol, 
trimethylene glycol, 1 ,4-butanediol, 1 ,5-pentanediol, 1 ,6-hexanediol. 1,8-octanediol. 1 , 1 0-decanediol, pinacol, diethyt- 
ene glycol, and triethylene glycol; aliphatic glycols having an aromatic ring, such as hydrobenzoin, benzpinacol. and 
phthalyl alcohol; alicyclic glycols, such as cyclopentane-1,2-diol, cyclohexane-1,2<Jiol, and cyclohexane-1,4-diol; poly- 
oxyalkylene glycols (e.g., polyethylene glycol and polypropylene glycol); and monoethers and monoesters of the above- 
described glycols, such as ethylene glycol monoethyl ether, ethylene glycol monobutyl ether, triethylene glycol mono- 
methyl ether, and ethylene glycol monoacetate; aromatic diols, such as hydroquinone, resorcin, and 2,2-bis(4-hydroxy- 
phenyl)propane, and monoethers and monoesters of these diols; and trihydric alcohols, such as glycerol, and alcoholic 
derivatives of the trihydric alcohols, such as monoethers, monoesters, diethers. and diesters. These compounds can 
be used either individually or as a combination of two or more thereof. In particular, alcohols having a boiling point of 
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1 S* 0 - 0 ^ h !!i her a i atm ° s P heric P ressure ar e preferred; for fine particles of excellent crystalline properties can easily be 
S^Th atmos P her 1 ^ h 3 Sh ° rt *"* For ease of obtainina fine P artic| es having excellent dispers- 

SK^T y ? Crfl0 ' S haV ' nS 3 b0 '" n9 Pdnt 0f 120 ° C or hi 9 her and a water solubili ty of not less than 1 % by weight 
at 20 C. for example, monoethers or monoesters of glycols and n-butanol. are especially preferred. 

The present invention is characterized in that a mixture comprising the aforementioned zinc source, carboxyl-con- 
rS-^K and alc f ol j s heated. The zinc source is converted to zinc oxide which is X-ray crystallographically 
crystalline upon being heated .n a mixture of the carboxyl-containing compound and the alcohol, and. at the same time 

JSZT^ &,nm9 !i" e PartiC,eS iS ° btained 1 any one of *• three component i.e.. a zinc sour Ta 

ca.tooxyl-conta.ning compound, and an alcohol, is missing, precipitation of zinc oxide crystals does not take place 
resulting >n a failure of obtaining a dispersion of zinc oxide fine particles. 

m a *™ If t6P 01 Conversion of a 2inc source to x - ra y crystallographically crystalline zinc oxide sometimes involves for- 
Z^ZZZ~EZ oxide precursors. The case of using zinc oxide as a zinc source may be mentioned as an 
SSSt p Srm , Z '?. C OX,de P recursors " means iona or compounds other than zinc oxide which contain 

Hi 6) T P ' 6 precursors include a zinc ("**»*<»> ion (Zn 2+ ). a polynuclear hydroxide ion of zinc 
he above .ons partly or totally chelated by a chelating compound, e.g. . a picaroon* compound e!g.. acetylacetone) 
lactic acd. ethylene glycol or ethanolamine. and a (basic) carboxylic acid salt, such as (basic) zinc acetate, (basic) zinc 

£225 ST* Z Z C ' a f ate - ^ PreCUra ° r may 66 pr6Sent with a P« or the «W« forming a composKe 

composition with the carboxyl-containing compound and/or the alcohol as. for example a complex salt 

mixt^redoiTt^ 6 ' 6 8 ^ ^ '! ? )nverted to zinc oxWe ,ine P^des. the carboxyl-containing compound in the 
to tarn a^e^c^u.2 ^ under9 ° es Verification with a part or the whole of the alcohol in the mixture 

The mixture is not limited provided that it is a mixture obtained by mixing the above-described three essential com- 
££2? ofhlf fh" 0 3 carbox y | - containin 9 compound, and an alcohol. If desired, the mixture may contain com- 

three components, such as water; organic solvents, e.g.. ketones, esters, (cyc.o)paraffins. 
mpt?«,? f compounds; addibves hereinafter described; metallic components other than zinc. e.g.. inorganic 

metal salts (e.g.. an acetate, a nitrate or a chloride) and organometallic alkoxides (e.g.. metal alkoxides) The water or 
organic solvents are usually used as a solvent component ; ne or 

; . . ™?, Sta * e ° f thS threS c ? ni P onents in nurture, considered either mutually or individually, is not particularly lim- 

SJS 111™ T^' ^ r h StanC6 ' * C " n bS diSS °' Ved 35 SUCh in a Solvent com P° nent - "* a * the^lcohol and/or 
SLar 3 ! 9 ,f H en,: " ^ 2in ° Murc9 iS Chan9ed t0 the ^e-described zinc oxide precursor and dissolved 
or dispersed in a colloidal, emulsified or suspended state 

susptSSnis^ no^em.* 6 iS ^ PartiCUlar,y ' imrted - Wh8therthS mbrture is »M* ■* an or a 

nni J^™IT ^ terial C ° n ? pOSiti °" for preparing 106 mixture is not Particularly limited, it is desirable from the view- 
^7 J 386 ° f f0rmat '° n °* Zinc ° xide fine P 3 ^ 0168 that the amount of the zinc source to be used as a 
and ZXJ TUT ra T S f f° m °- 1 10 95% Weight> in terms of Zn °' based °" the total amount of the mixture 
to^O m^r^i^rft^^^ " ^ comDOund to be used as a raw material of the mixture ranges from 0.5 
Slewed Z ' nC S ° UrCe USed 88 3 r3W materia ' 01 1116 mixture - Tne abme ran 9es are usually 

W larly^Sed' 6 " ** ** components in the above ranges. The manner of preparation is not particu- 

r^JH^fV 0 0btai " a di f. perBion of zinc oxide tine particles while controlling the average particle size of the primary 
TSSZST r 0 00510 1 ° * iS pr * TOl fof praCtiCal P rod "^ity to add the first mbcture comprising 

45 ture 9 Carboxyl ^ onta,n,n 9 compound to a heated alcohol-containing solution to prepare the second mix- 

„nd Hi ^ iCU ! a , rly Pref !l! d , that 8 fifSt miXtUrS iS ° bteined from a zinc source an d a carboxyl^ontaining compound, 
and the first mixture is added to an alcohol-containing solution maintained at 60°C or above, preferably at 100<>C or 
higher, to prepare a second mixture, and the resulting second mixture is heated 

Il!l meth0 i 0, . Pr ? a . rin9 tHe miXtUre accordin 9 to the above-described preferred mode is further illustrated below 
Addition of the first mixture can be carried out by adding the whole amount of the first mixture all at once, or adding 
the first mixture dropw.se on or into the alcohol-containing solution, or spraying the first mixture 

Addition of the first mixture may be conducted at atmospheric pressure, under pressure, or under reduced ores- 
fTn^?^ atm0Spheric pres f ure is P refe "ed from the economical consideration. In this case, when a zinc oxide 

IS^Icir^ 10 " ? V k? ^ rmi1y Partcle Si2e and snape - etc - and a control, e d dispersed or agglomerated 
state is desired, rt is preferable to keep the alcohol-containing solution at 60«>C or higher, particularly 100°C to 300-C 

fio"r 9 mf 3 ? "IT 9 " " th !J [ emperature « the alcohol-containing solution during addition and mixing is lower than 
«L«on if^T* J 5 miXtUre t6ndS 10 inCrease suddenly durin 9 or af, er addition and mixing, resulting in 
KfSSTJl JTS"^ T 86 SUCh Pr ° b,emS *" Stirrin9 is inpossib'e and unsuccessfully achieves uniform mix- 
ing or heat conduction in the subsequent step. lie., heating. is insufficient, resulting in creation of temperature distribu- 
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tion. It follows that zinc oxide fine particles uniform in crystalline properties, particle size and particle shape can hardly 
be obtained but agglomerated particles. This problem also concerns the concentration of zinc in the second mixture and 
is more liable to occur at a higher zinc concentration. The lowest suitable temperature varies according to the pressure 
of the system. When the first mixture is added under reduced pressure or under pressure, the temperature of the alco- 

5 holic solvent should be selected appropriately This does not apply when a dispersion of agglomerated zinc oxide fine 
particles is desired. When the first mixture is added to the alcohol-containing solution under heating as described 
above, part of the carboxyl-containing compound and/or part of the alcohol of the second mixture are sometimes driven 
out of the system through evaporation. The mixture thus prepared is also included in the concept of "second mixture". 
While the raw material composition for preparing the first mixture is not particularly limited, it is preferable that the 

io amount of the zinc source to be used as a raw material of the first mixture ranges from 1 to 90% by weight, in terms of 
ZnO, based on the total amount of the first mixture and that the amount of the carboxyl-containing compound to be used 
as a raw material of the first mixture ranges from 0.5 to 50 mol per mole of Zn atoms of the zinc source. 

The thus prepared first mixture is added and mixed with the alcohol -containing solution to obtain the second mix- 
ture. 

15 The first mixture when added may be at room temperature or as heated. For obtaining a uniform mixture, the alco- 
hol-containing solution is preferably stirred while the first mixture is being added thereto. 

While not limiting, the amount of the alcohol in the alcohol-containing solution preferably ranges from 1 to 100 mol 
per mole of the Zn atom originated in the zinc source present in the second mixture so that the formation of zinc oxide 
fine particles under heating may be completed in a short time period. The alcohol concentration in the alcohol-contain- 
20 ing solution is usually in a range of from 5 to 1 00% by wight based on the total weight of the solution. 

Heating of the thus prepared second mixture results in production of a dispersion containing zinc oxide fine parti- 
cles in good yield. 

The heating temperature is not particularly limited. The heating must be, as a matter of course, at or above the tem- 
perature at which crystalline zinc oxide precipitates, but the temperature cannot be decided definitely because it is sub- 

25 ject to variation in accordance with desired morphology of zinc oxide fine particles, such as the size, shape and state 
of dispersion or agglomeration. The heating temperature and heating time should be selected from a comprehensive 
point of view including the initial composition of the second mixture and the above-mentioned various parameters. In 
particular, when it is desired to obtain a dispersion of zinc oxide fine particles having the average primary particle size 
controlled within a range of 0.005 to 1 0 jim with a practical productivity, it is preferable to heat the second mixture at 

30 1 00°C or higher, still preferably 1 00 to 300°C, particularly preferably 1 20 to 200°C. 

In the case when the first mixture is added to an alcohol -containing solution kept at 100°C or higher, heating of the 
resulting second mixture can be achieved by maintaining the mixture at that temperature, or the mixture is heated or 
cooled to a prescribed temperature, followed by carrying out a heat treatment. In the case when the first mixture is 
added to an alcohol-containing solution below 100°C, the resulting second mixture is heated to 100°C or higher, fol- 

35 lowed by carrying out a heat treatment. To set the second mixture heating temperature at 1 00°C or higher brings about 
the advantage that strict control on the composition of the reaction system for obtaining zinc oxide fine particles, inclu- 
sive of control on the rate of evaporation of excessive or unnecessary components and the amount of evaporated com- 
ponents, can be taken easily. As a result, the particle size and the like of the resulting fine particles can be controlled 
easily. 

40 in the heating step for obtaining the dispersion, the components other than the above-described ones, i.e., the alco- 
hol, the aforesaid ester compound produced upon heating, or the solvent component which may, if desired, have been 
used in the mixture may be removed by evaporation partially or completely. 

While not limiting, a preferred heating time for completion of the reaction is usually about 0.1 to 30 hours. 

Where water is present in the second mixture, it is preferable for conversion to zinc oxide fine particles to evaporate 

45 the water during the heating step to reduce the free water content to 5% by weight or lower, particularly 1% by weight 
or lower. If the water content exceeds the above level, cases are sometimes met with that the zinc oxide fine particles 
have reduced crystalline properties, resulting in a failure of fulfilling the function of zinc oxide, while such depends on 
the kinds of the other components present in the dispersion, such as the alcohol. 

It is preferable that the amount of the carboxyl-containing compound in a finally obtained zinc oxide fine particle dis- 

50 persion be 0.5 mol or less per mole of the total zinc atoms present in the dispersion. If it exceeds 0.5 mol, cases are 
sometimes met with that the zinc oxide fine particles have reduced crystalline properties, failing to fulfill the function of 
zinc oxide. Accordingly, where the amount of the carboxyl-containing compound present in the second mixture is such 
that the amount of the carboxyl-containing compound in the finally obtained dispersion will exceed 0.5 mol per mole of 
the total zinc atoms in the resulting dispersion, at least the excess should be removed by evaporation during the heating 

55 step. Needless to say. the carboxyl-containing compound may be evaporated during heating even if the above molar 
ratio is 0.5 or lower. * • 

It is also possible to add a specific additive to the system in the step of heating for the purpose of controlling the 
size, shape, dispersed state or higher-order state of the primary particles of the finally obtained zinc oxide fine particles 
and/or the polarity or composition of the surface of the fine particles. The stage of addition of the additive is not partic- 
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ularly restricted. The additive can be added in either of the step of preparing the second mixture or the first mixture or 
the step of heating. The stage of addition is selected appropriately according to the purpose and the kind of the additive. 
In many cases, the effects of the additive are fully exerted when added immediately before or after precipitation of zinc 
oxide crystals. 

5 In particular, in order to obtain zinc oxide fine particles having high uniformity in size and shape of the primary par- 

ticles, it is preferable that a compound containing in the molecule thereof one or more than one atomic group of at least 
one kind selected from the group consisting of a carboxyl group, an amino group, a quaternary ammonio group, an 
amido group, an imido bond, a hydroxy! group, a carboxylic acid ester bond, a urethane group, a urethane bond, a ure- 
ido group, a ureylene bond, an isocyanate group, an epoxy group, a phosphoric acid group, a metallic hydroxy! group, 

10 a metallic alkoxy group, and a sulfonic acid group and having a molecular weight of less than 1 ,000 be present as an 
additive in the system in the heating step. 

Useful additives include the above-illustrated carboxyl-containing compounds, such as long-chain saturated fatty 
acids (e.g., caprylic acid, lauric acid, myristic acid, palmitic acid, and stearic acid) and esters thereof; amino-containing 
compounds, such as alcohols having a primary secondary or tertiary amino group (e.g., monoethanolamine, dieth- 

15 anolamine, and N,N-dimethylethanolamine), quaternary ammonium salts (e.g., tetramethyl ammonium hydroxide and n- 
hexadecyltrimethylammonium hydroxide), amino acids, amino(di)carboxylic acids and esters or anhydrides thereof 
(e.g.. 6-aminocaproic acid, N,N-bis(octylaminoethyl)glycine, p-aminobenzoic acid, aspartic acid, and glutamic acid), 
pyridine derivatives (e.g., 2-hydroxypyridine and pyridine-2,6-dicarboxylic acid), and aliphatic amines (e.g., octade- 
cylamine and stearylamine); amides, such as dimethylformamide, dimethylacetamide, benzamide, oxamide, and 

20 oxamic acid; imi no-containing compounds, such as acid imides (e.g., succinimide and phthalimide), imino(di)carboxylic 
acids (e.g., imino(di)acetic acid), and iminoethers; ureido-containing compounds and derivatives thereof, such as dicar- 
boxylic acid ureides (e.g., parabanic acid, alloxan, barbituric acid, and dialuric acid), ureido-acids (e.g., oxaluric acid 
and malonuric acid), diureides (e.g., uric acid), 0-aldehyde-acid ureides (e.g., uracil), and a-oxyacid ureides (e.g., 5- 
methylhydantoin); urethane compounds (e.g., ethyl carbamate) and derivatives thereof, such as N-nitroso compounds 

25 and N-chloroacetylated compounds; isocyanate-containing compounds (e.g., tolylene diisocyanate, diisocyanyl diphe- 
nylmethane. hexamethylene diisocyanate, isobutyl isocyanate, and phenyl isocyanate): epoxy-containing compounds, 
such as aliphatic diglycidyl ethers (e.g., 1 ,2-epoxycyclohexene, 1,8-cineole, ethylene glycol diglycidyl ether, and 1,6- 
hexanediol diglycidyl ether), polyglycidyl ethers (e.g., glycerol triglycidyl ether and pentaerythritol tetraglycidyl ether), 
aliphatic and aromatic diglycidyl esters (e.g., diglycidyl adipate), resorcin glycidyl ether, bisphenol A diglycidyl ether, 

30 and oligomers having an epoxy group as a functional group; various coupling agents including silane coupling agents 
(e.g., methyltrimethoxysilane, phenyltrimethoxysilane, benzyltriethoxysilane, y-aminopropyltriethoxysilane, N-p(ami- 
noethyl)y-aminopropyltrimethoxysilane, y-glycidoxypropyltrimethoxysilane, y-methacryloxypropyltrimethoxysilane, y- 
mercaptopropyltrimethoxysilane, y-chloropropyltrimethoxysilane, and stearyitrimethoxysilane), titanate coupling agents 
(e.g., isopropyltriisostearoyl titanate, bis(dioctyl pyrophosphate)oxyacetate titanate, tetraoactylbis(ditridecyl phosphite) 

35 titanate, and isopropyltri(N-aminoethylaminoethyl) titanate), and aluminum coupling agents (e.g., ethylacetoacetatealu- 
minum diisopropylate), and partial hydrolysis products thereof; organometallic compounds containing a metallic 
hydroxyl group and/or a metallic alkoxy group other than the above-described coupling agents, such as metal alkoxides 
(e.g., tetramethoxysilane, tetraethoxysilane, tetrabutoxysilane, diethoxydimethylsilane, trimethylethoxysilane, hydrox- 
yethyltriethoxysilane, titanium tetraethoxide, titanium tetrabutoxide, titanium diethyldiethoxide, titanium tetrabutoxide, 

40 zirconium tetramethoxide, zirconium tetrabutoxide, aluminum trimethoxide, aluminum tri-n-butoxide, aluminum triiso- 
propoxide. boron triethoxide, tri-n-butyl borate, gallium triethoxide. gallium tri-n-butoxide, strontium diethoxide, tungsten 
hexaethoxide, manganese di-n-butoxide. cobalt diisopropoxide, nickel diethoxide, nickel di-n-butaxide, lanthanum tri- 
ethoxide, barium diethoxide, yttrium triethoxide, copper diethoxide, copper di-n-butoxide, niobium pentaethoxide, nio- 
bium penta-n-butoxide, tantalum pentaethoxide, tantalum penta-n-butoxide. indium triethoxide, indium tri-n-butoxide, tin 

45 tetraethoxide, tin tetra-n-butoxide, iron triethoxide, and iron tri-n-butoxide) and derivatives of these organometallic com- 
pounds, such as (partial) hydrolysis products or condensation products (e.g., oligomers or polymers) obtained by (par- 
tial) hydrolysis and/or condensation of the organometallic compounds either individually or as combined; 
organophosphorus compounds, such as phosphoric esters (e.g., trimethyl phosphate, triethy! phosphate, tributyl phos- 
phate, tris(2-chloroethyl) phosphate, and (polyoxyethylene)bis[bis(2-chloroethyl)phosphate]), acid phosphoric esters 

so (e.g., methyl acid phosphate, propyl acid phosphate, lauryl acid phosphate, stearyl acid phosphate, bis-2- ethyl hexyl 
phosphate, and diisodecyl phosphate), phosphorous esters (e.g., trimethyl phosphite), and thiophosphoric esters (e.g., 
diisopropyl dithiophosphate); organopolysiloxanes containing in the molecule thereof at least one of the above-men- 
tioned atomic groups, such as an amino group (a primary, secondary or tertiary amino group, a quaternary ammonio 
group, etc.), a carboxyl group, a sulfonic acid group, a phosphoric acid group, a hydroxyl group, and an epoxy group; 

55 various surface active agents containing the above-mentioned atomic group, such as anionic surface active agents 
(e.g., sodium lauryl sulfate, sodium dodecylbenzenesulfonate, sodium polyoxyethylene lauryl ether sulfate, a sodium 
dialkylsulfosuccinate, and calcium stearate), nonionic surface active agents (e.g., polyoxyethylene lauryl ether, a poly- 
oxyethylene alkylamine, polyethylene glycol monolaurate, and glycerol monostearate), Gationic surface active agents 
(e.g., lauryldimethylamine and stearyltrimethylammonium chloride), and amphoteric surface active agents (e.g., lauryl 
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betaine and stearylamine acetate); and polymers containing at least one of the above-described atomic groups, such 
as (meth)acrylic polymers (e.g., an acrylic acid-methyl methacrylate copolymer and acrylamide-methyl methacrylate 
copolymer), polyurethanes, and polyesters. 

Further, the shape or size of the crystals can be controlled by addition of a chelating agent (multidentate ligand) 

5 capable of multidentate coordination to a zinc ion to form a chelate compound. 

Examples of the chelating agent (multidentate ligand) capable of forming a chelate compound through multidentate 
coordination to a zinc ion are p-diketones (e.g., acetylacetone, ethyl acetoacetate, and benzoylacetone), ethylenedi- 
amine, dimethyl glyoxime, benzyl dioxime, cyclohexane-1 ,2-dione dioxime, dithizone, oxine, glycine, glycolic acid, oxalic 
acid, catechol, dipyridine, 1,10-phenanthxoline, a-hydroxypropionic acid, monoethanolamine, diethanolamine, and eth- 

10 ylene glycol. 

As previously described, the resulting zinc oxide fine particles show wide variations in shape and size of the pri- 
mary particles, the state of dispersion or higher-order structure of the primary particles, surface polarity, surface com- 
position, and the like depending on the kind or amount of the additive. For example, there are cases in which composite 
fine particles comprising the additive and zinc oxide fine particles are obtained, or zinc oxide particles unique in shape 

15 and/or higher-order structure of the primary particles are obtained. Taking, for instance, addition of a compound having 
a hydrophilic main chain, such as methoxypoly(oxyethylene)monoglycolic acid, there are obtained zinc oxide fine parti- 
cles which are regular in size and shape of the primary particles and also exhibit excellent dispersibility of the primary 
particles in a polar solvent, such as water. When in using a compound having a highly hydrophobic or lipophilic main 
chain, such as an alkyltrialkoxysilane or octadecylamine, there are obtained zinc oxide fine particles which are regular 

20 in size and shape of the primary particles and also exhibit excellent dispersibility of the primary particles in a low-polar 
or non -polar solvent, such as toluene. 

While not limiting, a preferred amount of the additive to be added is usually 0. 1 to 30% by weight based on the zinc 
oxide contained in the dispersion. If the amount is less than 0.1%, the effect of addition is insubstantial. If it exceeds 
30%, the system tends to fail to produce zinc oxide. 

25 The additives may be used either individually or as a mixture thereof The manner of addition is not restricted and 
can appropriately be selected according to the kind of the additive or the time of addition. When an additive is added 
during heating, for example, it can be added to the system either as such or as dissolved in and/or diluted with an arbi- 
trary solvent, such as an alcohol. The latter manner is advantageous in that the additive is diffused through the reaction 
system more easily to produce higher effects of addition. 

30 If carbon dioxide and/or a carbonic acid source is/are present in the step of mixing the first mixture with an alcohol- 
containing solution (second mixing step) or in the step of heating the resulting second mixture, fine particles whose pri- 
mary particles have regular shape and size, excellent dispersibility in water, and very small size (0.05 \vm or smaller) 
can be obtained easily. Instead of using a carbonic acid source separately, (basic) zinc carbonate may be used as part 
of a zinc source to serve in substitution for a carbonic acid source. A suitable amount of a carbonic acid source is 0.1 

35 to 20 mol% based on zinc. Too much carbonic acid sometimes interferes with crystallization of zinc oxide, and such 
being the case, the heating temperature must be increased. Carbonic acid sources include, in addition to zinc carbon- 
ate, compounds producing carbonate ions or carbon acid gas on, e.g.. heating, such as ammonium carbonate, ammo- 
nium hydrogencarbonate, and urea; metal carbonates, such as yttrium carbonate, cadmium carbonate, silver 
carbonate, samarium carbonate, zirconium carbonate, cerium carbonate, thallium carbonate, lead carbonate, and bis- 

40 muth carbonate; and basic metal carbonates, such as basic zinc carbonate, basic cobalt(II) carbonate, basic copper(ll) 
carbonate, basic lead(ll) carbonate, and basic nickel(ll) carbonate. These carbonic acid sources can be used either 
individually or as a combination of two or more thereof. 

As a preferred embodiment of the invention, zinc oxide fine particles having an average primary particle size con- 
trolled within a range of from 0.005 to 0.1 urn can be obtained when any one of the following conditions (I) to (IV), pref- 

45 erably2or3of (I) to (IV), still preferably all of (I) to (IV) are satisfied. 

(I) Of the above-described zinc sources, a zinc source mainly comprising at least one compound selected from the 
group consisting of zinc oxide, zinc hydroxide, and zinc acetate, particularly a zinc source mainly comprising zinc 
oxide and/or zinc hydroxide is used. 

50 Zinc oxide, zinc hydroxide, and zinc acetate contain substantially no impurity that might interfere with the reac- 

tion forming zinc oxide fine particles in the heating step, therefore making it easy to strictly control the particle size 
to such fineness of 0.005 to 0.1 ^im. Above all. zinc oxide and zinc hydroxide are available at a low price, allow a 
free choice of the carboxyl-containing compound to be combined with, and make it particularly easy to obtain fine 
particles within the above particle size range. 

55 (II) The carboxyl-containing compound is a saturated fatty acid having a boiling point of 200°C or lower at atmos- 
pheric pressure. 

Specifically, formic acid, acetic acid, propionic acid, butyric acid, and isobutyric acid are preferred. With these 
compounds, it is easy to control the carboxyl group content in the reaction system from mixing through heating, 
• thus making it easy to strictly control the primary particle size to such fineness. It is still preferable to use the above 
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The composite particles of the invention preferably have a number average particle size of 0. 1 to 10 with a coef- 
ficient of particle size variation being not more than 30%, particularly not more than 15%. 

When the composite particles of the invention have a number average particle size of 0. 1 to 1 0 jim with a coefficient 
of particle size variation being not more than 30%, it is preferable that the zinc oxide fine particles have a number aver- 
age particle size of 0.005 to 0.1 urn and the ratio of the number average particle size of the zinc oxide fine particles to 
that of the zinc oxide-polymer composite particles is 1/10 to 1/1 ,000. 

The composite particles of the invention have, for example, a spherical shape and/or an ellipsoidal shape. 

In order for the composite particles of the invention to have high light diffusing properties, the composite particles 
preferably have an outer shell comprised of an aggregate of zinc oxide fine particles. Those composite particles in 
which the inside of the outer shell is hollow exhibit further improved light diffusing properties. 

The polymer contained in the composite particles have, for example, at least one polar atomic group. The polar 
atomic group is selected from the group consisting of a carboxyl group, an amino group, a quaternary ammonio group, 
an amido group, an imido bond, a hydroxyl group, a carboxylic acid ester bond, a urethane group, a urethane bond, a 
ureido group, a ureylene bond, an isocyanate group, an epoxy group, a phosphoric acid group, a metallic hydroxyl 
group, a metallic alkoxy group, and a sulfonic acid group. 

The zinc oxide-polymer composite particles of the invention are produced by a process comprising heating a mix- 
ture of a zinc source, a carboxyl-containing compound, a polymer, and an alcohol to a temperature of 100°C or higher. 

The above process preferably comprises a first mixing step and a second mixing step. The first mixing step is a step 
in which the zinc source and the carboxyl-containing compound are mixed to prepare a first mixture containing zinc and 
the carboxyl-containing compound. The second mixing step is a step in which the first mixture and an alcohol are mixed 
to prepare a second mixture containing zinc and the carboxyl-containing compound in the alcohol. 

The first mixing step may be a step in which the zinc source is dissolved in a mixed solvent of the carboxyl-contain- 
ing compound and water. 

The second mixing step may be a step in which the first mixture is added to the medium maintained at 100°C or 
higher. 

The polymer which can be used in the process of the invention contains, for example, at least one polar atomic 
group. The polar atomic group is. for example, at least one atomic group selected from the group consisting of a car- 
boxyl group, an amino group, a quaternary ammonio group, an amido group, an imido bond, a hydroxyl group, a car- 
boxylic acid ester bond, a urethane group, a urethane bond, a ureido group, a ureylene bond, an isocyanate group, an 
epoxy group; a phosphoric acid group, a metallic hydroxyl group, a metallic alkoxy group, and a sulfonic acid group. 

The zinc source for use in the process is preferably at least one zinc compound selected from the group consisting 
of zinc oxide, zinc hydroxide, and zinc acetate. 

The monocarboxylic acid for use in the process is preferably a saturated fatty acid having a boiling point of 200°C 
or lower at atmospheric pressure. 

The polymer is used at a weight ratio of 0.01 to 1.0 to the zinc atoms, in terms of zinc oxide, present in the zinc 
source. 

The zinc oxide-polymer composite particles according to the invention are described below in greater detail. 

The zinc oxide-polymer composite particles of the invention contain 50 to 99% by weight, in terms of ZnO, of zinc 
oxide fine particles and 1 to 50% by weight of a polymer, preferably 70 to 90% by weight, in terms of ZnO, of the zinc 
oxide fine particles and 5 to 30% by weight of the polymer, each based on the total weight of the zinc oxide fine particles 
and the polymer. If the proportion of the zinc oxide fine particles is less than the above range, there is a tendency that 
the UV screening power per composite fine particle reduces. If the proportion exceeds the upper range, the composite 
particles tend to have insufficient mechanical strength for practical use. 

Zinc oxide that constitutes the composite particles is preferably crystals; for crystalline zinc oxide has excellent vis- 
ible light transmitting properties, is free from coloration, shows a wide range of UV absorption wavelengths thereby effi- 
ciently cutting UV light, and has low toxicity. Zinc oxide crystals generally exhibit an X-ray diffraction pattern of a 
hexagonal system (wurtzite structure), a cubic system (rock salt structure) or a face-certtered-cubic structure. 

As far as the proportion of zinc oxide fine particles fails within the above range, the composite particles of the inven- 
tion include those in which a metal element other than zinc, e.g., an alkali metal or an alkaline earth metal, forms, in the 
form of its atom or ion, a composite with zinc oxide crystals; those in which an inorganic compound of a metal element 
other than zinc, e g., an oxide, a hydroxide, a sulfide, a nitride, a carbide or a carbonate, forms a solid solution in zinc 
oxide crystals; those in which an organometallic compound, such as a silane, aluminum, zirconium or titanium coupling 
agent, an organosiloxane or a chelate compound, is bound to the surface of the zinc oxide crystals or forms a coating 
layer on the surface of the zinc oxide crystals; and those containing a halogen element, an inorganic acid radical (e.g., 
a sulfuric acid radical and a nitric acid radical) or an organic compound residue (e.g., a fatty acid residue, an alcohol 
residue or an amine residue) in the inside and/or on the surface thereof. The total weight of the zinc oxide fine particles 
and a polymer is preferably 75 to 100% by weight, still preferably 85 to 1 00% by weight. If the total weight is lower than 
75%, there is a tendency that the UV screening power per composite fine particle reduces and the composite particles 
have insufficient mechanical strength for practical use. 
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The composite particles of the invention are not particularly limited in shape and size. 

Of the composite particles of the invention, those having a number average particle size of 0.1 to 10 pm, the particle 
size being based on the major axis (L), with a coefficient of size variation of not more than 30%. particularly a number 
average particle size of 0.1 to 2 jim with a coefficient or size variation of not more than 1 5%, are practically useful. If the 
number average particle size is smaller than 0.1 jim, the composite particles tend to have poor dispersibility. If it 
exceeds 10 *im, the composite particles, when formulated into coating compositions, tend to have poor dispersion sta- 
bility If the coefficient of particle size distribution is more than 30%, there is a tendency that the composite particles 
have reduced dispersibility and/or dispersion stability or, when coated or molded, a coating film or the surface of a 
molded article becomes non-uniform. 

The composite particles of the invention can have, for example, a spherical shape, an ellipsoidal shape, a cylindri- 
cal shape, a column shape, a hexagonal prism shape, a spindle shape, a pyramidal shape or a cubic shape. Spherical 
and/or ellipsoidal composite particles are hardly broken by mechanical shear and are easily dispersed in coating com- 
positions or resins. The term "spherical" as used herein means that the composite particle assumes a round shape as 
a whole with its UB ratio (major axis (L)/minor axis (B)) being 1 .0 or greater and smaller than 1 .2. The term "ellipsoidal" 
as used herein means that the composite particle assumes a round shape as a whole with its L/B ratio being 1 .2 to 5.0. 
Composite particles having an UB ratio greater than 5.0 tend to have poor dispersibility in resins or be broken by 
mechanical shear. The major axis (L) is the longest of measured three axes of the composite particle, and the minor 
axis (B) is the smaller of the width and the height out of the three axes. 

The zinc oxide fine particles may be dispersed uniformly throughout the composite particles or may aggregate 
partly and/or totally. When the zinc oxide fine particles aggregate to form an outer shell, the composite particles have a 
double layer structure in which the zinc oxide fine particles are localized in the outer shell. In this case, the composite 
particles exhibit high light scattering properties because, in addition to light scatter on the surface of the composite par- 
ticles (corresponding to light scatter on conventional inorganic transparent fine particles), light are scattered on the sur- 
face of the zinc oxide fine particles within the composite particles and also on the interface between the outer shell and 
the inner shell In particular, when the zinc oxide f ine particles constituting the composite particles have an average par- 
ticle size of 0.005 to 0.1 pm. especially 0.005 to 0.05 urn. and the composite particles have an average particle size of 
0 1 to 5 »im the composite particles exhibit high diffusing properties while having high light transmitting properties. The 
thickness of the outer shell formed by aggregation of zinc oxide fine particles is not particularly limited but is preferably 
at a ratio of 0.1 to 0.4 to the number average particle size of the composite particles. If the thickness ratio is smaller 
than the above range, the composite particles tend to have reduced mechanical strength. If it exceeds the above range, 
the expected effects of the double layer structure may not be fully manifested. 

The zinc oxide fine particles are not particularly limited in shape and size but must be smaller than the composite 
particles. For example, when the composite particles have a number average particle size of 0.1 to 10 *im (preferably 
0 1 to 2 jim). the number average particle size of the zinc oxide fine particles is 0.005 to 0.1 jim, corresponding to 1/10 
to 1/1000 of that of the composite particles. If the number average particle size of the zinc oxide fine particles is smaller 
than that range the ultraviolet screening power of the zinc oxide fine particles tends to be reduced. If it exceeds the 
above range light transmitting properties tend to be reduced. If the ratio of the number average particle size of the zinc 
oxide fine particles to that of the composite particles is less than the above range, the UV screening power of the zinc 
oxide fine particles tend to be reduced. If the ratio exceeds the above range, the composite particles tend to have insuf- 
ficient mechanical strength for practical use, or the composite effects tend to be exerted unsuccessfully. 

Where the zinc oxide fine particles aggregate to form an outer shell, the polymer can be present only in the outer 
shell or the inner shell or both of them. It is preferable that the polymer be present only in the outer shell so that the 
composite particles are hollow. Hollow composite particles have an improved light diffusing function. In particular, hol- 
low composite particles having an average particle size of 0.1 to 5 in which the zinc oxide fine particles have an 
average particle size of 0.005 to 0.1 jim, particularly 0.005 to 0.05 jim, have high light transmitting properties and 
extremely high light diffusing properties and are therefore useful as particles of a diffuser for back-lighting liquid crystal 
displays as hereinafter described. Where the polymer is present in the outer shell, covering the surface of the composite 
particles such composite particles have excellent dispersibility and, when formulated into a resin composition, exhibit 
increased adhesion to a matrix polymer. Where the composite particles have many interstices among zinc oxide fine 
particles, and also where the composite particles are hollow, such composite particles perform functions as porous par- 
ticles or microcapsules. That is. they have functions of adsorption, separation, removal, and collection, such as oil 
absorptivity hygroscopicity, harmful metal ion adsorptivity. harmful gas and bad order absorptivity; heat and sound 
insulating functions (e.g.. heat insulating fillers or sound insulating fillers); a function of immobilizing metal ions, 
enzymes or bacteria (e.g.. catalytic carriers and fillers for chromatography); light weight properties; and a function of 
slowly releasing a liquid or perfume held therein. 

The polymer to be used in the composite particles of the invention is not particularly limited and can be, lor exam- 
ple polymers having a weight average molecular weight of 1 000 to 1 ,000,000, including those generally called oligom- 
ers' or prepolymers. Since such polymers are easily dissolved or easily emulsified or suspended as finely as possible in 
the f irst or second mixture or in the heating system for precipitating the composite particles, composite particles regular 
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in size (a coefficient of particle size variation of not more than 30%) and shape can be obtained easily. The polymer to 
be used in the composite particles can be at least one resin selected from the following groups (a) to (n). When these 
resins are used, composite particles having an average particle size of 0.1 to 10 *im are obtained easily. 

5 (a) Acrylic resin polymers 

(1) Thermoplastic acrylic resins, for example, homo- or copolymers of (meth)acrylic monomers, such as acrylic 
esters and methacrylic esters; copolymers of the above-described (meth)acrylic monomers and other polymeriza- 
ble monomers having no functional group, such as maleic esters, rtaconic esters, vinyl monomers (e.g., styrene, p- 

10 chlorostyrene, vinyltoluene. vinyl acetate, vinyl chloride, vinyl methyl ether, and vinyl butyral), olefins (e.g., ethylene 
and propylene), dienes (e.g., butadiene), and trienes; and modified resins or derivatives (e.g., with substituents 
introduced) of these acrylic resins and (2) thermosetting acrylic resins, such as copolymers of the above-described 
(meth)acrylic monomers and other polymerizable monomers having a functional group, such as acrylic acid, meth- 
acrylic acid, acrylamide. methacrylamide, acrylonitrile, methacrylonitrile, hydroxyalkyl esters of (meth)acrylic acid, 

15 glycidyl (meth)acrylate, and aminoalkyl esters of (meth)acrylic acid; copolymers of the above-described polymeriz- 
able monomers having a functional group, the above-described (meth)acrylic monomers, and the above-described 
polymerizable monomers having no functional group; and modified resins or derivatives (e.g., with substituents 
introduced, or with the functional group neutralized) of these acrylic resins. 

20 (b) Alkyl resin polymers 

Polycondensates (oil-free alkyl resins) obtained from polybasic acids (e.g., phthalic anhydride, isophthalic acid, 
terephthalic acid, benzoic acid, rosin, adipic acid, maleic anhydride, succinic acid, sebacic acid, fumaric anhydride, tri- 
mellitic acid, and pyromellrtic acid) and polyhydric alcohols (e.g., ethylene glycol, propylene glycol, neopentyl glycol, 

25 1 ,6-hexanediol. glycerol, trimethylolethane. pentaerythritol, diethylene glycol, dipropylene glycol, triethylene glycol, pol- 
yethylene glycol, polypropylene glycol, and hydrogenated bisphenol A); modified alkyd resins obtained by modifying the 
above<Jescribed polycondensates with fats and oils (e.g., fatty acids); modified alkyd resins obtained by modifying the 
above-described polycondensates or modified alkyd resins with natural resins (e.g., rosin), synthetic resins (e.g., phe- 
nolic resins, epoxy resins, urethane resins, silicone resins, and amino resins) or the monomers described in (a) above, 

30 such as rosin-modified alkyd resins, phenol-modified alkyd resins, epoxy-modrf ied alkyd resins, styrenated alkyl resins, 
acryl-modrfied alkyl resins, urethane-modified alkyd resins, silicone-modified alkyd resins, and amino resin-modified 
alkyd resins; and derivatives of the above-described polycondensates, alkyd resins or modified alkyd resins, such as 
those having part or the whole of the functional group thereof (e.g., a carboxyl group) neutralized, or with a substituent 
introduced. 



(c) Amino resin polymers 

Melamine resins, such as melamine-fbrmaldehyde resins, butylated melamine resins, methylated melamine resins, 
and benzoguanamine resins; urea resins, such as urea-formaldehyde resins, butylated urea resins, and butylated urea- 
se? melamine resins; amino resin-modified alkyd resins obtained by modifying the alkyd resins described in (b) above with 
melamine resins or urea resins through co-condensation reaction; and modified resins of the above-described mela- 
mine resins, urea resins or amino resin-modified alkyd resins, such as methylated methylolmelamine, an adduct of an 
initial condensate of methylolmelamine and a polyhydric alcohol, condensates between melamine or urea and a 
polyamine, butylated melamine having introduced therein a hydrophilic group, and amino resins using benzoguanamine 
45 having introduced therein a hydrophilic group. 

(d) Vinyl resin polymers 

Homo- and copolymers of vinyl monomers (e.g., vinyl chloride, vinyl acetate, vinyl propionate, vinylidene chloride, 
so vinyl butyral, styrene. p-chlorostyrene. and vinyltoluene), such as polyvinyl chloride, vinyl chloride-vinyl acetate copoly- 
mers, polyvinyl acetate, ethyl ene-vinyl acetate copolymers, modified ethylene- vinyl acetate copolymers, polyvinyl 
butyral, polyvinyl alcohol, and polystyrene; copolymers of the vinyl monomers and other unsaturated monomers, such 
as olefins (e.g., ethylene and propylene), dienes (e.g., butadiene), and trienes; copolymers of the vinyl monomers and 
the above-described (meth)acrylic monomers and/or other unsaturated monomers; and derivatives of these copoly- 
55 mers. 

(e) Epoxy resin polymers . 

Glycidyl ether epoxy resins, such as bisphenol A epoxy resins, phenoxy resins (high-molecular weight (£30,000) 
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(poly)amines, diethylaminopropylamine, alicyclic amines, and polymercaptan). 

(f) Polyamide resin polymers 

(g) Polyimide resin polymers 

cydopentadienyl compounds or 2.5-dimethyl-3.4-diphenylcyclop e ntad.enone, etc.. or the take reactoa 

(h) p-Polyurethane resin polymers 

mmsmmmm 

Ste and toiuylene diisocyanate) and (meth)acrylic acid or (meth)acryl.c acid ohgomers. 



45 (i) Polyester resin polymers 



so 



55 



dride) and fumaric acid). — ~~ — - 
polymerizable monomer (e.g.. styrene and (meth)acrylic esters). 



(j) Phenolic resin polymers 

Phenolic resins generally termed novolak type or resol type, which are obtaned by polycondensation between phe- 
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nols (e.g., phenol, an alkyl-substituted phenol, an allyl-substituted phenol, and bisphenol A) and formaldehyde; and 
derivatives thereof obtained by modification or substitution. 

(k) Organopolysiloxane polymers 

Polymers comprising a siloxane skeleton and containing a carbon-containing organic group (e.g., an alkyl group) 
directly bonded to the silicon atom of the siloxane bond, such as polyalkylsiloxanes (e.g., dimethylpolysiloxane and 
methylphenylpolysiloxane); and the above-described polymers with part of the organic group bonded to the silicon atom 
via an oxygen atom or part of the organic group modified (modified silicone) (e.g., alkyd-modified silicone, epoxy-mod- 
if ied silicone, polyester-modified silicone, acryl-modified silicone, and urethane-modif ied silicon). 

(I) Acrylic silicone resin polymers 

Polymers obtained by copolymerizing organosilicon compounds having a polymerizable double bond (e.g.. meth- 
acryloxypropyltrimethoxysilane and vinyltrimethoxysilane) and unsaturated monomers (e.g., acrylic monomers), such 
as acrylic copolymers containing an alkoxysilyl group. 

(m) Fluorine resin polymers 

Homo- or copolymers of fluorine-containing polymerizable monomers, such as ethylene fluoride, vinylidene fluo- 
ride, and vinyl fluoride; and copolymers comprising the fluorine-containing polymerizable monomers and other polym- 
erizable monomers, such as vinyl monomers, olefins, and acrylic monomers. 

(n) Other resin polymers 

Conventional resins, such as xylene resins, petroleum resins, ketone resins, liquid polybutadiene. rosin-modified 
maleic acid resins, and coumarone resins; and derivatives of these resins. 

Preferred polymers are those having at least one polar atomic group for the reason that the composite fine particles 
containing such polymers are excellent in chemical stability (solvent resistance and chemical resistance) and mechan- 
ical characteristics. Preferred polar atomic groups can be at least one group selected from the group consisting of a car- 
boxyl group, an amino group (inclusive of a primary amino group, a secondary amino group, a tertiary amino group, an 
imino group, and an imino bond), a quaternary ammonio group, an amido group, an imido bond, a hydroxyl group (alco- 
holic or phenolic), a carboxylic acid ester bond, a urethane group, a urethane bond, a ureido group, a ureylene bond, 
an isocyanate group, an epoxy group, a phosphoric acid group, a metallic hydroxyl group, a metallic alkoxy group, and 
a sulfonic acid group. Use of the polymers containing these polar groups brings about the following advantages: the 
resulting composite particles have further improved chemical stability and excellent mechanical strength, such as crush 
strength; fine zinc oxide particles having an average particle size of 0.005 to 0.1 urn can easily be obtained; and the 
composite particles having uniform particle size (coefficient of particle size distribution of not more than 30%) and uni- 
form shape can easily be obtained. 

Polymers having one or more carboxyl groups include homo- or copolymers of carboxyl-containing polymerizable 
monomers, such as (meth)acrylic acid, 2-(meth)acryloyloxyethylsuccinic add. 2-(meth)acryloyloxyethylphthalic acid, 2- 
acryloyloxyethylhexahydrophthalic acid, and maleic acid; copolymers of the above-described carboxyl-containing 
polymerizable monomers and other polymerizable monomers, such as (meth)acrylic monomers (e.g., (meth)acrylic 
esters, (meth)acrylamide, and (meth)acrylonitrile), substituted (meth)acrylic monomers (e.g., methyl a-chloromethacr- 
ylate), maleic esters, styrene monomers (e.g., styrene, p-chlorostyrene, and vinyrtoluene), olefins (e.g., ethylene and 
propylene), dienes (e.g., butadiene), trienes, vinyl monomers (e.g., vinyl acetate, vinyl chloride, vinyl methyl ether, vinyl 
butyral, and vinyl alcohol), and polymerizable organosilicon compounds (e.g., vinyltrimethoxysilane and methacryloxyt- 
rimethoxysilane); polymers having a carboxyl group at the terminal or side chain thereof, selected from the above- 
described alkyd resin polymers and polyester resin polymers; and carboxyl -modified organopolysiloxane polymers con- 
taining a carboxyl group at the terminal and/or side chain thereof, such as dimethylpolysiloxane having a carboxypropyl 
group at the terminal or side chain thereof. 

The polymers having one or more amino groups and/or quaternary ammonio groups are polymers having at least 
one group selected from the group consisting of a primary amino group, a secondary amino group, a tertiary amino 
group, an imino group, an imino bond, and a quaternary ammonio group. Examples of such polymers include homo- or 
copolymers of amino-, imino- or ammonio-containing polymerizable monomers, such as dimethylaminoethyl methacr- 
ylate, diethylaminoethyl methacrylate, 4-vinylpyridine, p-aminostyrene, 3-vinylaniline, 4-vinylimidazole, vinylpyrrole, and 
dimethyldiallylammonium chloride; copolymers of the above-described monomers and other polymerizable monomers, 
such as (meth)acrylic monomers (e.g., (meth)acrylic acid, (meth)acrylic esters, (meth)acrylamide, and (meth)acryloni- 
trile), substituted (meth)acrylic monomers (e.g.. methyl a-chloromethacrylate), maleic acid, maleic esters, styrene mon- 
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raphenylporphine. copolymers of amido-containing polymerizable 

The polymers having one or more amrio groups include nnwno ° <*\ > copolymers of these monomers 

monomers, such as (meth)acrvlamide an f«7nt^^ (meth)acrylic esters, 

and other polymerizable monomers, such as (meth)acrylic monomers & s p . i i ^ , - acidi n^efc 

esters, styrene monomers (e.g.. styrene, PJ™* JJ\ ^^ny, ch^ide. vinyl methyl ether, vir^ butyral. and 
dienes (e.g.. butadiene), trienes v,nyi ™"°™ re j^^^ and methacryloxytrimethoxyh- 

^ o.anopo,, OX ane polymers havng an 

The polymers having one or more ^jf^.^ 2 hyd° wopyUmem)acrylate. 2-hydroxybutyl 
polymerizable monomers, such as 2 ^ r< ^f^ n ^^^^ 3 ^S^xypropyl methacrylate. 2-acrytoy- 

?meth)acrylate. glycerol dimethacrylate. ^^^^^X^^^' acrv,ate - bisphend A ' di6 - 
oxyethyl-2-hydroxyelhylphthal.c acd. pentaeryth rtol triacrylate z rjarwy h ^ ,^ eri2able monomers. 

P Z-(meth)aW^^ 

such as (meth)acrylic monomers (e.g.. t^J^™"^ omefhacrylate). maleic acid, maleic esters, styrene 
mide). substituted (meth)acryl.c ethylene and propylene), dienes (e.g.. buta- 

monomers (e.g.. styrene. ^ renft , ^* S^ and vinyl butyral). and polymenz- 

diene). trienes. vinyl monomers (e.g.. v,nyl »^^^nd rXa?rytoxytrimethoxysilane); cellulose polymers, 
able organosilicon compounds (e.g.. v.nyltr.m^alane andm^ac^^ pdyamide resin polymers 



butyl methacrylate. isobutyl methacrylate. isoamyl a f^^ r XScrylate isooctyl acrylate. isostearyl methacr- 
(meth)acryiate, benzyl acrylate. tridecy ^^^^^yX^Se. n butoxyethy. methacrylate. 
40 ylate.behenyl methacrylate. butoxyethy. acrylat^^ gtycol methacrylate. 

2-phenoxyethyl (meth)acrylate. ^^^ ne ^'^fS(me^Me benzyl methacrylate. ethylene gly- 
cydohexyl methacrylate. tetrahydrofurfury. (m^^ TjwLnrfW dimethacrylate. tri- 

col dimethacrylate. diethy.ene glycol ^^l^^ u ^^Z^e. pentaerythrito. triacrylate. 
metnylolpropane tri(meth aaylate , g ,lycerol MMJAW ^ nzoate , 3 -acry.oy.oxyglycerol mon- 
45 pentaerythritoltetraacrylate ^^^^ h ^^^ c ^ h XJenated dicyclopentadienyl diacrylate. and per- 
omethacrylate propylene ^^^^f^^^ 19 ,^^ sni butyl maleate). vinyl acetate, and 
fluorooctylethyl acrylate). male.c esters (e.g.. and other polymerizable monomers, such as 

methacryloxypropyl^ 

(meth)acrylic monomers (e.g.. (meth)acryl.c ac£ (^"jj"™* J?*™ ^nd propylene), dienes (e.g.. butadiene). 
• omers (e.g.. styrene. P-*'<^^ ^yral). and pdymerizable orga- 

trienes. vinyl monomers (e.g.. vnyl chlor.de. ^'^ h 7™^'J cribed poster resi n polymers; and organopolys.- 
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modified isocyanates; and polymers obtained by reacting a polyfunction^ aromatic or aliphatic isocyanate compound 
(e.g., hexamethylene diisocyanate or toluylene diisocyanate) with a (pre)polymer containing a functional group having 
active hydrogen (e.g., a amino group, a carboxyl group or a hydroxyl group) (reaction between part of the isocyanate 
groups contained in the isocyanate compound with the functional group having active hydrogen). 

The polymers having one or more epoxy groups include homo- or copolymers of epoxy-containing polymerizable 
monomers, such as epoxy-containing (meth)acrylic monomers (e.g., glycidyl methacrylate, N-[4-(2,3-epoxypropoxy)- 
3,5-dimethylbenzyl]acrylamide); copolymers of these monomers and other polymerizable monomers which are inert to 
the epoxy group during polymerization, such as (meth)acrylic monomers (e.g., (meth)acrylic esters), substituted 
(meth)acrylic monomers (e.g., methyl a-chloromethacrylate), maleic esters, styrene monomers (e.g., styrene, p-chlo- 
rostyrene, and vinyltoluene), olefins (e.g., ethylene and propylene), dienes (e.g., butadiene), trienes, vinyl monomers 
(e.g., vinyl acetate, vinyl chloride, vinyl methyl ether, vinyl butyral, and vinyl alcohol), and polymerizable organosilicon 
compounds (e.g., vinyltrimethoxysilane and methacryloxytrimethoxysilane); the above-described epoxy resin polymers; 
and organopolysiloxane polymers containing a glycidoxy group at the terminal and/or side chain thereof, such as poly- 
dimethylsiloxane, polyglycidoxypropylmethylsiloxane, and polyglycidoxypropylmethyl-dimethylsiloxane copolymer hav- 
ing a glycidoxypropyl group at the terminal thereof. 

The polymers having one or more phosphoric acid groups include homo- or copolymers of phospho-containing 
polymerizable monomers, such as mono(2-methacryloyloxy ethyl) acid phosphate, mono(2-acyloyloxyethyl) acid phos- 
phate, and 2-acryloyloxyethyl acid phosphate; and copolymers of these monomers and other polymerizable monomers, 
such as (meth)acrylic monomers (e.g., (meth)acrylic acid, (meth)acrylic esters, (meth)acrylonitrile, and (meth)acryla- 
mide), substituted (meth)acrylic monomers (e.g., methyl a-chloromethacrylate), maleic acid, maleic esters, styrene 
monomers (e.g., styrene, p-chlorostyrene, and vinyltoluene), olefins (e.g.. ethylene and propylene), dienes (e.g., buta- 
diene), trienes, vinyl monomers (e.g., vinyl acetate, vinyl chloride, vinyl methyl ether, vinyl alcohol, and vinyl butyral), 
and polymerizable organosilicon compounds (e.g., vinyltrimethoxysilane and methacryloxytrimethoxysilane). 

The polymers having one or more metallic hydroxyl groups and/or metallic alkoxy groups include copolymers of a 
silicon compound having a polymerizable double bond, such as methacryloxypropyltrmethoxysilane. and other polym- 
erizable monomers, such as (meth)acrylic monomers (e.g., (meth)acrylic acid, (meth)acrylic esters, (meth)acryionitrile, 
and (meth)acrylamide), substituted (meth)acrylic monomers (e.g., methyl a-chloromethacrylate). maleic acid, maleic 
esters, styrene monomers (e.g.. styrene, p-chlorostyrene, and vinyltoluene). olefins (e.g., ethylene and propylene), 
dienes (e.g., butadiene), trienes, vinyl monomers (e.g., vinyl acetate, vinyl chloride, and vinyl methyl ether), and polym- 
erizable organosilicon compounds (e.g., vinyltrimethoxysilane and methacryloxytrimethoxysilane); polymers obtained 
by (partially) hydrolyzing the alkoxysilyl group of the above-described copolymers; silanol-containing organopolysi- 
loxanes, such as silanol-terminated polydimethylsiloxane, silanol-terminated polydiphenylsiloxane, and silanol-termi- 
nated polydimethyldiphenylsiloxane or polytetramethyl-p-silphenylenesiloxane; (N-trimethoxysilylpropyl)polyethylene- 
imine, (N-trimethoxysilylpropyl)-o-polyethylene oxide urethane, triethoxysilyl-modified poly(1,2-butadiene). and these 
polymers with the alkoxysilyl group thereof being partially hydrolyzed; and the above-described acrylic silicone resin 
polymers. 

The polymers having one or more sulfonic acid groups include homo- or copolymers of sulfo-containing polymeriz- 
able monomers, such as acrylamidomethanesuHbnic acid, 2-acrylamido-2-methylpropanesulfonic acid, and a sodium 
salt thereof; copolymers of these monomers and other polymerizable monomers, such as (meth)acrylic monomers 
(e.g.. (meth)acrylic acid, (meth)acrylic esters, (meth)acrylonitrile, and (meth)acrylamide). substituted (meth)acrylic 
monomers (e.g., methyl a-chloromethacrylate), maleic acid, maleic esters, styrene monomers (e.g., styrene, p-chloros- 
tyrene, and vinyltoluene), olefins (e.g., ethylene and propylene), dienes (e.g., butadiene), trienes. vinyl monomers (e.g., 
vinyl acetate, vinyl chloride, vinyl methyl ether, vinyl alcohol, and vinyl butyral), and polymerizable organosilicon com- 
pounds (e.g., vinyltrimethoxysilane and methacryloxytrimethoxysilane); and sulfo-containing polymers obtained by 
reacting styrene polymers with a sulfonating agent, e.g., concentrated sulfuric acid, chlorosulfonic acid or sulfuric anhy- 
dride. 

The polymers having other polar atomic groups include ring-opened compounds of cyclic iminoethers (e.g., (2- 
)substituted oxazoline and/or (2-substituted)oxazine), such as poly-N-formylethyleneimine or poly-N-acetylethylene- 
imine which is obtained by ring-opening polymerization of oxazoline or 2-methyloxazoline; polymers obtained by 
adsorptive coordination of metallic ions to part or all of the ligands (functional groups) of polymers having such a struc- 
ture as is used in chelate resins, i.e., polymers (amongst polymers having at least one functional group) having a ligand 
(functional group) to which a metallic ion can coordinate (e.g., polyvinyl alcohol, polyvinyltriacryl methane, polyvinyl- 
methacryloylacetone. poly(4-hydroxystyrene). pyrogallolphenol -formaldehyde resin, salicylic acid-formaldehyde resin, 
polyvinylsalicylic acid, polyacrylic acid, polymethacrylic acid, polyitaconic acid, aminophenol-formaldehyde resin, 
poly(8-hydroxy-5-vinylquinoline). polyvinylamine, polyethyleneimine. poly(4-aminostyrene). poly(3-vinylaniline), poly(4- 
vinylpyridine). poly(4-vinylbipyridine), poly(4-vinylimidazole), polyvinylpyrrole, polyglycine, and poly(a-L-alanine)). for 
example, ring-opening copolymers obtained from cyclic iminoethers and lactones, such as an oxazoline-f3-propiolac- 
tone alternating copolymer); and polymers having a carboxyl group, a sulfonic acid group, etc. in the form of its salt with 
a metal, e.g., an alkali metal (e.g., sodium or potassium) or an alkaline earth metal (e.g., magnesium or calcium). 
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preferred of them; for fine particles of excellent crystalline properties can be obtained with ease under atmospheric 
pressure and in a short time. For ease of obtaining particles having excellent dispersibility, monohydric alcohols having 
a boiling point of 1 20°C or higher and a water solubility of not less than 1% by weight at 20°C, for example, monoethers 
or monoesters of glycols and n-butanol, are especially preferred. 

5 While the amount of the alcohol is not limited, a preferred molar ratio of the alcohol to Zn atoms originated in the 

zinc source is 1 to 1 00, particularly 5 to 80, so that the formation of zinc oxide fine particles may be completed in a short 
time period. At a lower molar ratio, zinc oxide fine particles with satisfactory crystalline properties are hardly obtained, 
or composite particles excellent in dispersibility and uniformity in particle shape and size are hardly obtained. At a 
higher molar ratio, an economical disadvantage may result. 

10 The alcohol may be used as a mixed solvent with water or organic solvents other than alcohols, such as ketones, 
esters, aromatic hydrocarbons, and ethers. The amount of the alcohol in the alcohol-containing solution used for prep- 
aration of the second mixture is usually in a range of from 5 to 100% by wight, preferably 40 to 100% by weight, still 
preferably 60 to 100% by weight. If the proportion of the alcohol is lower than that range, composite particles satisfac- 
tory in crystalline properties, uniformity in shape and size, and dispersibility tend to be hardly obtained. 

75 The polymers which can be used in the process of the invention are the same as those described with respect to 
the polymers constituting the composite particles of the invention. 

While not limiting, the polymer is usually used in a weight ratio of 0.01 to 1.0 to the zinc atoms, in terms of zinc 
oxide, contained in the zinc source (i.e., Zn atoms contained in the second mixture). At a lower ratio, composite particles 
tend to be hardly obtained. At a higher ratio, precipitation of zinc oxide crystals tends to hardly occur, failing to obtain 

20 desired composite particles. While depending on the kind of the polymer or other reaction conditions, a preferred weight 
ratio of the polymer to zinc, in terms of zinc oxide, is 0.05 to 0.8 for obtaining composite particles having a double layer 
structure, uniform particle shape and size, and satisfactory dispersibility. 

The process of the invention preferably comprises a first mixing step and a second mixing step. The first mixing 
step is a step in which the zinc source and the carboxyl-containing compound are mixed to prepare a first mixture con- 

25 taining zinc and the carboxyl-containing compound. The second mixing step is a step in which the first mixture and the 
alcohol are mixed to prepare a second mixture having zinc and the carboxyl-containing compound dissolved or dis- 
persed in the medium. 

According to the process of the invention, the polymer is added to any one or more of the first mixing step, the sec- 
ond mixing step, and a step of heating the second mixture to a temperature of 100°C or higher. The polymer addition is 
30 conducted in any arbitrary stage before composite particles precipitate. For example, the polymer can be added to the 
first mixture during the first mixing step, to the second mixture during the second mixing step, or to the second mixture 
during the heating step. 

The first mixing step is preferably a step in which the zinc source is dissolved in a mixed solvent of the carboxyl- 
containing compound and water to provide a first mixture in a solution state. 

35 The second mixing step is preferably a step in which the first mixture is added to the alcohol maintained at 100°C 
or higher to provide a second mixture. 

When the first mixture comprising the zinc source and the carboxyl-containing compound is added to the alcohol, 
the first mixture is preferably a solution. It is still preferable that the zinc source and the carboxyl-containing compound 
are mutually dissolved or they are dissolved in a solvent having high compatibility with both of them. Water, alcohols, 

40 ketones, and esters are advantageous as such a solvent in that they easily dissolve the zinc source and the carboxyl- 
containing compound at a temperature of from room temperature up to about 100°C and that they are also highly com- 
patible with the alcohol. The term "alcohols" as used above embraces all the alcohol species hereinabove described. 

Addition of the first mixture may be conducted at atmospheric pressure, under pressure, or under reduced pres- 
sure. Addition at atmospheric pressure is preferred from the economical viewpoint. In this case, when a dispersion of 

45 composite particles having uniformity in particle size and shape and excellent dispersibility is desired, it is preferable to 
keep the alcohol at 60°C or higher, particularly 100°C or higher, especially 100°C to 300°C, during addition and mixing. 
If the temperature of the medium during addition and mixing is lower than 60°C, the viscosity of the second mixture 
tends to increase suddenly during or after addition and mixing, resulting in gelation. If this happens, there arise such 
problems that stirring is impossible and unsuccessfully achieves uniform mixing or heat conduction in the subsequent 

so step, i.e., heating, is insufficient, resulting in temperature distribution. It follows that composite particles uniform in crys- 
talline properties, particle size and particle shape can hardly be obtained. This problem also concerns the concentration 
of zinc in the second mixture and is more liable to occur at a higher zinc concentration. The lowest suitable temperature 
varies according to the pressure of the system. When the mixture is prepared under reduced pressure or under pres- 
sure, the temperature of the medium should be selected appropriately according to the pressure. When the first mixture 

55 is added to the medium while keeping the medium at a temperature within the above range, part of the carboxyl-con- 
taining compound and/or part of the alcohol may be driven out of the system through evaporation. 

Addition of the first mixture to the alcohol can be carried out. by adding the whole amount of the first mixture to the 
alcohol all at once, or adding the first mixture dropwise to the alcohol, or spraying the first mixture onto the alcohol. In 
particular, continuous or intermittent dropwise addition of the first mixture on or into the alcohol is preferred for obtaining 
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highly dispersible composite particles at high productivity. 

The thus prepared first mixture is added to the alcohol kept at, e.g., 60°C or higher, preferably 1 00°C or higher, still 
preferably 100 to 300°C, and mixed therewith to obtain the second mixture. In the preparation of the second mixture by 
addition of the first mixture to the medium, the first mixture is preferably added (by, for example, dropwise addition) while 
5 evaporating part of the volatile matter of the second mixture (e.g., the carboxyl-containing compound, the alcohol or 
water). 

For obtaining a uniform mixture, the alcohol is preferably stirred while the f irst mixture is being added thereto. 

The polymer can be added in any of the above-described steps but before formation of composite particles. 

For smooth spread of the polymer throughout the reaction system, it is preferable for the polymer to be previously 
10 dissolved in the alcohol or be added to the reaction system as dissolved in an arbitrary solvent. The solvent for dissolv- 
ing the polymer is not particularly limited as far as it is capable of dissolving the polymer, and can be selected from 
organic solvents, such as alcohols (the above-described ones), aliphatic or aromatic carboxylic acids, aliphatic or aro- 
matic carboxylic acid esters, ketones, ethers, ether esters, aliphatic or aromatic hydrocarbons, and halogenated hydro- 
carbons; water, mineral oil, vegetable oil, wax oil, silicone oil, and the like. 
15 The second mixture is not limited provided that it is a mixture obtained by mixing the above-described three essen- 
tial components, i.e., a zinc source, a carboxyl-containing compound, and an alcohol, and the polymer is added thereto 
in any stage before formation of zinc oxide-polymer composite particles. If desired, the mixture may contain compo- 
nents other than the three components, such as water; organic solvents, e.g., ketones, esters, (cyclo)paraffins, ethers, 
and aromatic compounds; additives hereinafter described; metallic components other than zinc, e.g., inorganic metal 
20 salts (e.g., an acetate, a nitrate or a chloride) and organometallic alkoxides (e.g., metal alkoxides). The water or organic 
solvents are usually used as a solvent component. 

The state of the second mixture is not particularly limited and may be a solution, sol, an emulsion, a suspension, 



On heating the thus obtained second mixture at 100°C or higher, preferably 100 to 300°C. still preferably 150 to 

25 200°C, for a period of 0.1 to 30 hours, preferably 0.5 to 10 hours, there are obtained composite particles of the present 
invention with practical productivity in accordance with the kinds and ratio of the raw materials. That is, on maintaining 
the second mixture at a temperature within the above range for a period within the above range, the zinc dissolved or 
dispersed in the medium is converted to X-ray crystallographically crystalline zinc oxide. Because the medium also has 
dissolved or dispersed therein the polymer, the polymer forms a composite while the nuclei of zinc oxide crystals pre- 

30 cipitate and grow, thereby forming a dispersion containing zinc oxide-polymer composite particles. The internal struc- 
ture, shape and size of the composite particles formed, and the particle size of the zinc oxide fine particles present 
therein can be controlled by selecting the kinds of the raw materials (e.g., the polymer and the alcohol) and by control- 
ling the composition and temperature of the reaction system at the time when composite particles are formed through 
control of the composition of raw materials charged and the thermal history applied till composite particles are formed. 

35 The existing state of the individual components in the second mixture is not particularly limited. In the reaction step 
wherein zinc dissolved or dispersed in the medium is converted to zinc oxide crystals, there are cases in which the reac- 
tion sometimes involves formation of one or more zinc oxide precursors. The case of using zinc oxide as a zinc source 
may be mentioned as an example. The term "zinc oxide precursors" means ions or compounds other than zinc oxide 
which contain at least a zinc atom. For example, the precursors include a zinc (hydrate) ion (Zn 2+ ), a polynuclear zinc 

40 hydroxide ion, and (basic) carboxylic acid salts, such as (basic) zinc acetate, (basic) zinc salicylate, and (basic) zinc lac- 
tate. The precursor may be present with a part or the whole thereof forming a composite with the carboxyl-containing 
compound and/or the alcohol as, for example, a complex salt. 

To set the heating temperature of the second mixture within the above range brings about the advantage that strict 
control on the composition of the reaction system for obtaining zinc oxide fine particles, inclusive of control on the rate 

45 of evaporation of excessive or unnecessary components and the amount of evaporated components, can be taken eas- 
ily. As a result, the particle size and the like of the resulting fine particles can be controlled easily. In the case when the 
first mixture is added to the above medium kept at 1 00°C or higher to obtain the second mixture at 1 00°C or higher, the 
resulting second mixture is maintaining at that temperature, or the mixture is heated or cooled to a prescribed temper- 
ature, followed by heating. In the case when the first mixture is added to the above medium below 100°C, the resulting 

so second mixture is heated to 100°C or higher. 

In the stage when zinc in the second mixture is converted to zinc oxide fine particles, the carboxyl-containing com- 
pound in the second mixture does not change or partly or totally undergoes ester'rf ication with a part or the whole of the 
alcohol in the second mixture to form an ester compound. 

In the step for obtaining the dispersion, the alcohol, the aforesaid ester compound produced on heating, or the sol- 

55 vent which may, if desired, have been added in the mixture may be removed by evaporation partially. 

Where the second mixture contains water, it is preferable to evaporate the water to reduce the free water content 
of the resulting dispersion to 5% by weight or lower, particularly 1% by weight or lower. If the water content exceeds the 
above level, cases are sometimes met with that the zinc oxide crystals in the composite fine particles have reduced 
crystalline properties, resulting in a failure of fulfilling the function of zinc oxide, while such depends on the kinds of the 



etc. 
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other components present in the dispersion, such as the alcohol. 

It is preferable that the amount of the carboxyl-containing compound in a finally obtained composite particle disper- 
sion be 0.5 mol or less per mole of the total zinc atoms present in the dispersion. If it exceeds 0.5 mol, cases are some- 
times met with that the zinc oxide fine particles have reduced crystalline properties, failing to fulfill the function of zinc 
5 oxide. Accordingly, where the amount of the carboxyl-containing compound present in the second mixture is such that 
the amount of the carboxyl-containing compound in the finally obtained dispersion will exceed 0.5 mol per mole of the 
total zinc atoms in the resulting dispersion, at least the excess should be removed by evaporation during the heating 
step Needless to say, the carboxyl-containing compound may be evaporated during heating even if the above molar 
ratio is 0.5 or lower. 

10 Thus, the process of the invention provides a dispersion comprising 1 to 80% by weight of zinc oxide-polymer com- 
posite particles which contain zinc oxide fine particles and a polymer and have a number average particle size of 0.1 to 
10 u.m and a coefficient of particle size variation of not more than 30% (preferably a number average particle size of 0.1 
to 5 nm and a coefficient of size variation of not more than 15%) in an alcohol and/or an ester compound and/or an 
organic solvent. 

15 The dispersion of the composite particles obtained by the process of the invention can be used as such. If desired, 
the dispersion can easily be powdered or transformed to a dispersion of the composite particles in a different medium 
by solvent substitution. 

Powder of zinc oxide can be obtained by separating the composite particles from the dispersion in a conventional 
manner, such as filtration, centrifugation or solvent evaporation, followed by drying or, if desired, calcination. A powder- 

20 ing method in which the dispersion (or a concentrated dispersion) is evaporated to remove the solvent by means of a 
vacuum flash evaporator is preferred for obtaining powdered composite particles having excellent dispersibility ; for sec- 
ondary agglomeration of the composite particles, which often occurs during drying, can be suppressed in this method. 

A dispersion of the composite particles in a solvent different from that of the dispersion as produced by the process 
of the invention can be obtained by a known method comprising mixing the powder prepared by the above-described 

25 powdering method with a desired solvent such as water and dispersing the mixture with mechanical energy by means 
of a ball mill, a sand mill, an ultrasonic homogenizes etc. A dispersion in a different solvent can also be prepared by 
mixing the dispersion as produced with a desired solvent while heating the dispersion to evaporate part or the whole of 
the solvent to be replaced (solvent substitution under heating). The solvent to be substituted for the initial one is not par- 
ticularly limited and includes organic solvents, such as alcohols, aliphatic or aromatic carboxylic acid esters, ketones, 

30 ethers, ether esters, aliphatic or aromatic hydrocarbons, and halogenated hydrocarbons; water, mineral oil, vegetable 
oil, wax oil, silicone oil, and the like. A suitable solvent can be selected appropriately according to the end use. 

In what follows, the process for producing inorganic compound particles having, on their surface, a cluster of thin 
plate like zinc oxide crystals with their tip projecting outward as described in (1 9) to (26) above and the inorganic com- 
pound particles as described in (43) to (49) above are explained. 

35 The inorganic compound particles according to the invention contain 60 to 100% by weight of zinc oxide and have 
on their surface a cluster of thin plates whose tips projecting outward. 

The process of the invention for producing the inorganic compound particles comprises maintaining a mixture of a 
zinc source and a carboxyl-containing compound dissolved or dispersed in a medium comprising at least an alcohol at 
a temperature of 100°C or higher in the presence of lactic acid or a compound thereof thereby to precipitate inorganic 

40 compound fine particles containing 60 to 100% by weight of zinc oxide and having on the surface thereof a cluster of 
thin plate like zinc oxide crystals with their tips projecting outward. 

The inorganic compound particles of the invention are not particularly limited in shape and size. 
The shape of the inorganic compound particles is not particularly limited and can be, for example, a spherical or 
nearly spherical shape, a cylindrical shape, a column shape, a hexagonal prism shape, a spindle shape, a pyramidal 

45 shape or a cubic shape. Inorganic compound particles having at least one shape selected from a spherical shape and 
a nearly spherical shape are easily dispersed and hardly broken by mechanical shear when compounded into coating 
compositions or resins. The term "spherical" as used herein means that the particle assumes a round shape as a whole 
with its UB ratio (major axis (L)/minor axis (B)) being 1.0 or greater and smaller than 1.2. The term "nearly spherical" 
as used herein means that the particle assumes a round shape as a whole with its LVB ratio being 1 .2 to 5.0. Particles 

so having an UB ratio greater than 5.0 tend to be hardly dispersed in resins or be easily broken by mechanical shear. The 
major axis (L) is the longest of measured three axes of the inorganic compound particle, and the minor axis (B) is the 
smaller of the width and the height out of the three axes. 

Of the inorganic compound particles of the invention, those having a number average particle size of 0.1 to 10 jim, 
the particle size being based on the major axis (L), with a coeffident of size variation of not more than 30%. particularly 

55 a number average particle size of 0.1 to 10 ^m with a coeffident or size variation of not more than 15% are practically 
useful. If the number average particle size is smaller than 0.1 urn, the above-described effects of design and beautiful 
appearance may not be exerted. If it exceeds 10 urn, the particles, when formulated into coating compositions, tend to 
have poor dispersion stability. If the coefficient of particle size distribution is more than 30%, there is a tendency that the 
particles have reduced dispersibility. 
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The inorganic compound particles of the invention may be hollow. When the particles are hollow the abnormal light 
scattering ari transmitting characteristics become remarkable to provide an improved light f ittering fur^oaWhen^e 
Saanic compound particles are hollow and/or have interstices among the thin plates, they exhibit .mproved adhesron 
o Sx exponent or a matrix resin when formulated into a composition and perform functions as porous parte es 
or m^oSiuTef That is, they have functions of adsorption, separation, removal, and collection, such as oA absorptiv- 
ity h^grosciicity. harmful metal ion adsorptivity. harmful gas and bad order absorptivity; heat and sound gating 
functions (el, heat insulating fillers or sound insulating fillers); a function of immobilizing metal ions, enzymes or bac- 
teria (i catalytic carriers and fillers for chromatography); light weight properties; and a tunct,on of slowly releasing a 
liquid or perfume held therein. . 

The inorganic compound particles contain 60 to 100% by weight, preferably 80 to 100% .by weight, of zinc : o»deJf 
the proportion of zinc oxide is lower than 60%. the mechanical strength of the particles are reduced. The zinc ox.de gen- 
era.^ an X-ray diffraction pattern of any of a hexagonal system (wurtzite structure), a cubic system (ro* sak 
S7«l a fa ce-centered-cubic structure. Accordingly, as long as the amount of zinc atoms and oxygen atoms 
faTs wSr, the above range, the inorganic compound particles of the invention include those .n wh>ch a metal element 
otoer t^ z^.g.. an alkah metal or an alkaline earth metal, forms, in the form of its atom or ,on. a composrte with 
zinc oxide crystals; those in which an inorganic compound of a metal element other than zinc, e.g.. an ox.de. a hydrax- 
fde Side"? nitride, a carbide or a carbonate, forms a solid solution in zinc oxide crystals; those in wh.ch an organo- 
meiallic compound, such as a silane, aluminum, zirconium or titanium coupling agent an organosiloxane or a chelate 
coCouSTbound to the surface of the zinc oxide crystals or forms a coating layer on the surface of the zmc ante 
cTystols; and those containing a halogen element, an inorganic acid radical (e.g.. a sulfuric acd radical and a nrtricacid 
raoTcal) or an organic compound residue (e.g. . a fatty acid residue, an alcohol residue or an am.ne res.due) .n the .ns.de 

^eig^^^'partides of the invention have a cluster of thin p,ates wito their tips fadng ^^Asfar 
as the thin plates constituting the cluster mainly comprise the inorganic compound as ^^^.^^S 
tips facing outward, the structure of the cluster is not particularly limited. For example, the other end I of to. , .nd,vriual 
thin plates may be eHher separated from each other or be intimately close by cohesion, or the th.n plates may be l.nked 
Kt1t^p?rtion mainly comprising the inorganic compound. It is preferable, however, that the th.n plates ma.nly 
SmprSng toe toorganic cornpouTd are stacked and/or gathered radially. In this case, the above-mentioned abnormal 
SansmSon cLacteristics become appredable to bring about enhanced effects of design and .mproved appear- 



ance 



The thin plates constituting the cluster are flat, having a flatness (major axis (l)/th.ckness (t)) of 2 to 20a preferably 
4 to 100. If the flatness (l/t) is smaller than 2. the light filtering function, which is one of ^ charactenstics^ed on toe 
ton shape, tends to be reduced. If the flatness is greater than 200. the thin plates tend to have reduced mechan^al 
STf om the standpoint of industrial utility of the particles, the thin plates constitute the cluster ^preferab* r have 
a mapV axis (I) ranging from 5 to 1000 nm, particularly from 50 to 400 nm. If the major axis is shorter than 5 n m toe 
light filtering function, which is one of the characteristics based on the thin shape, tends to be r ^uced ^exceeds 
1 000 nm. the thin plates tend to have reduced mechanical strength. The thin plates preferably have ath.c^s (Q rar^ 
ing from 1 to 1 00 nm. particular^ 2 to 50 nm. If toe thickness is smaller toan ^ 

broken mechanically. It if exceeds toe above range, the visible light transm.ss.on tends to be reduced. The rna or ax's 
(0 and the thickness (t) as referred to herein denote the length and the height of the three axes measured on the torn 

Plat Since the inorganic compound particles of the invention contain 60 to 100% by weight of zinc oxide and have on 
their surface a cluster of thin plates having their tips outward, they have the following characteristics wh.ch were not pos- 
sessed by conventional inorganic compound particles or zinc oxide fine particles. 

(a) They have abnormal light scattering and transmitting properties (a transmitted light filtering function). They are 
therefore useful as an artistic filler with beautiful color. ■ 

(b) They scatter electromagnetic waves in the near infrared region without redudng the diffused transmission in toe 
visible region. Therefore, they are useful as an infrared light-cutting filler having transparency. 

i (c) They are rich in surface unevenness. 

It is desirable that all the inorganic compound particles of the invention have the same shape and the above-men- 
tioned coefficient of particle size variation. A film having such particles dispersed therein has fine surface unevenness 
SXSividua.finepartic.es 
; °ea U ,ar in size and shape, the partides are well dispersed in the film without aggregating. As a result, the Phaetons 
cXris "g the partidSon the surface of the film are relatively regular in size to give ^ rm ^^f a ^Twh?n toe 
alsoVovide toe surface with slip properties or anti-blocking properties without impairing surface flatness When the 
fnor^c compound fine partides of the invention are used like this, they exhibit excellent adhesion to a matrix :m* £f 
a film) or a binder component (of a coating film) through the anchor effect of their surface unevenness. Thus, the parti- 
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cles can get rid of the problem of fall-off which has been accompanied by conventional spherical particles having a 
smooth surface. 

The inorganic compound particles of the invention additionally have the following characteristics (d) to (f) as well as 
the characteristics (a) to (c). 

5 

(d) They have high UV screening power. 

(e) They are light semi-conductors. 

(f) They have antimicrobial activity and antifungal activity. 

io When the inorganic compound particles are porous, especially when they are porous and hollow, they have the fol- 
lowing characteristics (g) and (h) in addition to (a) to (f). 

(g) They have excellent adsorptivity for, for example, acidic or basic compounds, such as fatty acids, amines and 
sulfur oxide, which cause smell and are therefore useful as a deodorant. 

15 (h) They have controlled release properties. For example, the inorganic compound particles having adsorbed an 
aromatic component can release the aromatic component at a controlled rate of release. The rate of slow release 
and the amount of adsorption can be controlled by adjusting the pore size or the porosity of the particles. 

The particles of the invention are excellent in heat resistance and can not only be compounded into those resins 
20 which are molded at high temperatures, such as polyesters and polycarbonates, but can be applied to the surface of 
glass, etc. with the aid of an inorganic binder to form a coating film, which can then be heated at a high temperature. 
Thus, the applicability of the particles is not restricted thermally. 

The process for producing the inorganic compound particles of the invention is not particularly limited. 
The inorganic compound particles of the invention can be produced by the process of the present invention with 
25 good productivity. 

According to the process of the invention, a mixture of zinc and a carboxyl-containing compound dissolved or dis- 
persed in a medium comprising at least an alcohol is heated to a temperature of 100°C or higher in the presence of 
lactic acid or a compound thereof to thereby precipitating inorganic compound particles containing 60 to 100% by 
weight of zinc oxide and having on their surface a cluster of thin plate like zinc oxide crystals having tips projecting out- 
30 ward. 

Useful zinc sources and preferred examples thereof can be those previously described with respect to the process 
for producing zinc oxide fine particles as described in (1) to (9) above. Particularly preferred among them are zinc oxide 
and/or zinc hydroxide because of their availability at low prices and freedom of choice of the carboxyl-containing com- 
pound to be combined with. Starting with these zinc sources, it is easy to obtain particles having a controlled particle 

35 size and in which the thin crystals have controlled three axes. 

The amount of the zinc source to be used is, for example, 0.1 to 95% by weight, preferably 0.5 to 50% by weight, 
still preferably 1 to 30% by weight, in terms of ZnO, based on the total amount of the zinc source, the carboxyl-contain- 
ing compound, and the alcohol. If the zinc source is less than the above range, the productivity tends to decrease. If it 
is more than the above range, fine particles having satisfactory dispersibility and a narrow particle size distribution bend 

40 to be hardly obtained. 

Useful carboxyl-containing compounds and preferred examples thereof can be those previously described with 
respect to the process for producing zinc oxide fine particles as described in (1 ) to (9) above. Monocarboxylic acids are 
particularly preferred. 

Useful monocarboxylic acids and preferred examples thereof can be those previously described with respect to the 
45 process for producing the composite particles as described in (1 0) to (1 8) above. 

Preferred of the monocarboxylic acids are saturated fatty acids having a boiling point of 200°C or lower at atmos- 
pheric pressure. Preferred examples are formic acid, acetic acid, propionic acid, butyric acid, and isobutyric acid. With 
such compounds, it is easy to control the monocarboxylic acid content in the reaction system from mixing through heat- 
ing, thus making it easy to strictly control the precipitation reaction of zinc oxide crystals. It is preferable to use the sat- 
so urated fatty acid in a proportion of 60 to 1 00 rnol%, particularly 80 to 1 00 mol%, in the total monocarboxylic acids. If the 
proportion is lower than 60 mol%, the crystalline properties of zinc oxide in the fine particles tends to be reduced. 

The monocarboxylic acid to be used further includes monocarboxylic acid zinc salts, e.g. p zinc acetate. When such 
a zinc salt is used as a zinc source, it is not always necessary to separately add the above-mentioned monocarboxylic 
acid. 

55 The amount of the monocarboxylic acid to be used (or to be charged) for obtaining the mixture is in a range of, for 
example, from 0.5 to 50 mol, preferably 2.2 to 10 mol, per mole of Zn atoms of the zinc source used. This range is 
advantageous for the economy, ease of formation of fine particles, and ease of obtaining fine particles having excellent 
dispersibility. At a lower molar ratio to Zn, zinc oxide fine particles with satisfactory crystalline properties and fine parti- 
cles having uniformity in shape and size tend to be hardly obtained. A higher molar ratio to Zn not only results in bad 
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the alcohol at 60°C or higher, particularly 100°C to 300°C, during addition and mixing. If the temperature of the alcohol 
during addition and mixing is lower than 60°C, cases are sometimes met with, in which the viscosity of the second mix- 
ture increases suddenly during or after addition and mixing, resulting in gelation. If this happens, there arise such prob- 
lems that stirring is impossible and unsuccessfully achieves uniform mixing or heat conduction in the subsequent step, 

5 i.e., heating, is insufficient, resulting in temperature distribution. It follows that fine particles uniform in crystalline prop- 
erties, particle size and particle shape can hardly be obtained. This problem also concerns the concentration of zinc in 
the second mixture and is more liable to occur at a higher zinc concentration. The lowest suitable temperature varies 
according to the pressure of the system. When the mixture is prepared under reduced pressure or under pressure, the 
temperature of the alcohol should be selected appropriately according to the pressure. When the first mixture is added 

10 to the alcohol while keeping the alcohol at a temperature within the above range, part of the carboxyl -containing com- 
pound and/or part of the alcohol may be driven out of the system through evaporation. 

Addition of the first mixture to the alcohol can be carried out by adding the whole amount of the first mixture to the 
alcohol all at once, or adding the first mixture dropwise to the alcohol, or spraying the first mixture onto the alcohol. In 
particular, continuous or intermittent dropwise addition of the first mixture on or into the alcohol is preferred for obtaining 

75 highly dispersible composite particles with high productivity. 

The thus prepared first mixture is added to the alcohol kept at, e.g., 60°C or higher, preferably 100 to 300°C, and 
mixed therewith to obtain the second mixture. In the preparation of the second mixture by addition of the first mixture to 
the alcohol, the first mixture is preferably added (by, for example, dropwise addition) while evaporating part of the vola- 
tile matter of the first mixture and/or the second mixture (e.g., the carboxyl-containing compound, the alcohol or water). 

20 For obtaining a uniform mixture, the alcohol is preferably stirred while the first mixture is being added thereto. 

Lactic acid or a compound thereof can be added in any of the above-described steps but before formation of parti- 
cles containing a cluster of thin plate like zinc oxide crystals. In using a metal lactate as lactic acid or a compound 
thereof, it is preferably added to the first mixture and dissolved therein in step (I), either together with a zinc source sep- 
arately added or as a zinc source (in the case of using zinc lactate). This manner of addition is advantageous for obtain- 

25 ing particles uniform in shape and size. 

Addition of lactic acid or a compound thereof can be carried acid, for example, as follows. In using lactic acid 
(CH 3 CH(OH)COOH) and/or a lactic ester, it can be added at any stage from step (I) through step (III) either directly or 
as dissolved in a solvent (e.g.. an alcohol). The latter manner of addition is preferred for smooth spread of the lactic acid 
particularly when lactic acid or a compound thereof is added in step (III). In using a metal lactate, it can be added at any 

30 stage from step (I) through step (III), and preferably it is dissolved in the first mixture together with the zinc source or as 
a zinc source. For example, a zinc source powder and a metal lactate powder are added to a solution containing the 
carboxyl-containing compound, followed by stirring to form a uniform solution. In this preparation, stirring while heating 
is preferred for increasing the rate of dissolution and solubility of each powder thereby to provide a high concentration 
solution in a short time. 

35 The second mixture is not limited provided that it is a mixture obtained by mixing the above-described three essen- 
tial components, i.e.. the zinc source, the carboxyl-containing compound, and the alcohol, and lactic acid or a com- 
pound thereof is added thereto at a stage before formation of particles containing a cluster of thin plate like zinc oxide 
crystals. If desired, the mixture may contain components other than the three components, such as water; organic sol- 
vents, e.g., ketones, esters, (cyclo)paraffins. ethers, and aromatic compounds; additives hereinafter described; metallic 

40 components other than zinc components, e.g., inorganic metal salts (e.g., an acetate, a nitrate or a chloride) and orga- 
nometallic alkoxides (e.g., metal alkoxides). Of these components, water and organic solvents are usually used as a 
solvent component. 

The state of the second mixture is not particularly limited and may be a solution, sol. an emulsion, a suspension, 

etc. 

45 On maintaining the thus obtained second mixture at 100°C or higher, preferably 100 to 300°C, still preferably 150 
to 200°C, for a period of 0.1 to 30 hours, preferably 0.5 to 10 hours, still preferably 0.5 to 5 hours, there is obtained inor- 
ganic compound particles of the present invention with practical productivity in accordance with the kinds and ratios of 
the raw materials. That is, on maintaining the second mixture at a temperature within the above range for a period within 
the above range, the zinc dissolved or dispersed in the medium is converted to X-ray crystallographically crystalline zinc 

so oxide. Because the medium also has dissolved or dispersed therein lactic acid, the zinc oxide crystals grow anisotrop- 
ically to form thin plate like zinc oxide crystals, thereby to obtain a dispersion containing inorganic compound particles 
whose surface is composed of the thin plate like zinc oxide crystals that gather into a cluster with their tips facing out- 
ward. With the lactic acid to zinc molar ratio falling within the range of from 0.001 to 0.4, the thin plate like zinc oxide 
crystals form a cluster of thin plates having a flatness of 2 to 200 and a m^jor axis of 5 to 1000 nm. 

55 The existing state of the individual components in the second mixture is not particularly limited. In the reaction step 
wherein zinc dissolved or dispersed in the alcohol is converted to thin plate like zinc oxide crystals, there are sometimes 
cases in which the reaction involves formation of one or more zinc oxide precursors. The case of using zinc oxide as a 
zinc source may be mentioned as an example. The term "zinc oxide precursors'* means ions or compounds other than 
zinc oxide which contain at least a zinc atom. For example, the precursors include a zinc (hydrate) ion (Zn 2+ ), a polynu- 
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clear zinc hydroxide ion, and (basic) carboxylic acid salts, such as (basic) zinc acetate, (basic) zinc salicylate, and 
(basic) zinc lactate. The precursor may be present with a part or the whole thereof forming a composite wrth the car- 
boxyl-containing compound and/or the alcohol as, for example, a complex salt. 

To set the heating temperature of the second mixture within the above-described range brings about the advantage 
that strict control on the composition of the reaction system for obtaining zinc oxide f ine particles, inclusive of control on 
the rate of evaporation of excessive or unnecessary components and the amount of evaporated ca " * 

aken easily. As a result, the particle size and the like of the resulting fine particles can be controlled 
when the first mixture is added to the alcohol kept at 100»C or higher to obtain the second mixture of 100°C or higher, 
heating of the resulting second mixture can be achieved by maintaining the mixture at that temperature, or *e mixture 
is heated or cooled to a prescribed temperature, followed by heating. In the case when the first mixture is added to tne 
alcohol below 1 00°C, the resulting second mixture is heated to 1 00°C or higher. 

in the stage of conversion of zinc in the second mixture into fine particles, the cartel-containing compound mthe 
second mixture does not change or partly or totally undergoes esterification with a part or the whole of the alcohol in 
the second mixture to form an ester compound. 

In the step for obtaining the dispersion, the alcohol . the aforesaid ester compound produced on heating or the sol- 
vent which may, if desired, have been added in the mixture may be removed by evaporation partially or totally. 

,Zre the second mixture contains water, it is preferable to evaporate the water to reduce the free water content 
of the resulting dispersion to 5% by weight or lower, particularly 1% by weight or lower. If the water corter^xce^s the 
above level. caseTw sometimes met with in which the zinc oxide crystals in the fine particles ^e reduc^^^ne 
properties, resulting in a failure of fulfilling the function as zinc oxide, while such depends on the kinds of the other com- 
ponents present in the dispersion, such as the alcohol. 

It is preferable that the amount of the carboxyl-containing compound in a finally obta.ned dispersion be 0.5 moT or 
less per mole of the total zinc atoms present in the dispersion. If it exceeds 0.5 mol. cases are sometimes met wrth that 
the zinc oxide fine particles have reduced crystalline properties, failing to fulfill the function as zinc : ox.dc ^ A^mgly 
where the amount of the carboxyl-containing compound present in the second mixture is such that the amount of the 
^rb^onto°ning compound in the finally obtained dispersion will exceed 0.5 md per mole of the total zinc atoms in 

the carboxyl-containing compound may be evaporated during heating even if the above molar ratio is 0.5 or lower. 
^Tp^eof^ 

to conduct the heating step in the presence of a long-chain saturated fatty acid, such ^ those havmg 6 to 2C carbon 
atoms (e.g.. caprylic acid, lauric acid, myristic acid, palmitic acid, and stearic acid) (of the ^f^^ ' 
Dounds) and/o7a specific additive. The time of addition of the additive is not particularly l.mrted and .s selected appro- 
S accordlngSS purpose and the kind of the addrtive. That is, the additive may be added in ^ep of prepay 
the second mixture or the first mixture or the step of heat treatment. When a surface treatment is a.med. the additive is 
Dreferably added after the formation of the particles. 

Examples of the above-mentioned specif ic additive include (1) aliphatic amines, such as octadecylamine and stear- 
ylamine (?) various coupling agents including silane coupling agents, such as methyttrimetboxys.lane phenyltr.meth- 
oxysilane benzy.triethoxysi.ane. T -aminopropy.triethoxysilane. N-p(arrtnoethyl)y-aminopropyrtr.rr^h^^ 
gtySdoxypropyltrimethoxysilane. Y -methacryloxypropyttrimethoxysilane. y -mercaptopropyltr.mettioxyslane. y^htoro- 
propyltret^oxyalane. and steary.trimethoxysi.ane; titanate coupling agents, such as .scpropyltniso^ea^l t^ate. 
bis(dioctyl pyrophosphate)oxyacetate titanate. tetraoactylbis(ditridecyl phosphite) titanate, and .sopropyltr.(N-am.- 
noethylaminoetiiyl) titanate; and aluminum coupling agents, such as ethylacetacetatealummum dnsopropylate; and par- 
tial hydrolysis products thereof. (3) organophosphorus compounds including phosphonc esters such as fr.mett.yl 
pnoShatrtrie^ phosphate. tnUyl phosphate. tris( 2 -chloroethyf) phosphate, and ^'^^^' s ^ 2 ^r 
roethyl)phosphate]; acid phosphoric esters, such as methyl acid phosphate, propyl aad phosphate, lauryl acd phos- 
phate Laryl acid phosphate, bis-2-ethy.hexyl phosphate, and diisodecyl phosphate; 

frimethyl phosphite; and thiophosphoric esters, such as dimethyldfthiophosphate and dusopropyl d.th.ophosphate. (4) 
organopolysiloxanes containing in the molecule thereof at least the above-mentioned atomic groups, such as an am.no 
group (e g l. a primary amino group, a secondary amino group, a tertiary amino group, a quaternary ammon.o graup 
etc ) a carboxj group, a sulfonic acid group, aphosphoric acid group, a hydroxyl group, and an epoxy group, 5) anon« 
See aSv^agents such as sodium laury. sulfate, sodium dodecylbenzenesulfonate. sodium po.yoxyethy.ene lauryl 
ether sulfate, a sodium dialkylsulfosuccinate. and calcium stearate. (6) nonionic surface active agents, such as polyox- 
yethylene lauryl ether, a polyoxyethylene alkylamine, polyethylene glycol monolaurate. and glycerol I morostearate > {J) 
cationic surface active agents, such as lauryldimethylamine and slearyftrimethylammon.um chlor.de. (8) amphoter c 
; strfice active agents, such as lauryl betaine.and stearylamine acetate, and (9) metallic soaps such as calcum stear- 
ate These additives may be used either individually or as a combination of two or more thereof. 

A^dbg to the process of the invention, there is obtained a dispersion containing 1 to 80% by weight of f .ne par- 
ticles in a solvent comprising an alcohol and/or the above-described esfer compound and/or « «^£^ e ifJ 
particles having a number average particle size of 0.1 to 1 0 pm with a coeff .cent of size vanation of not more than 30% 
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and a uniform shape and the individual fine particles comprising a stacked and/or radially gathered thin plate like zinc 
oxide crystals with their tips facing outward. 

The particle dispersion as produced by the process of the invention can be used as such. If desired, the dispersion 
can easily be powdered or transformed to a dispersion of the particles in a different medium by solvent substitution. 

5 Powder of the particles can be obtained by separating the particles from the dispersion medium in a conventional 

manner, such as filtration, centrifugation or solvent evaporation, followed by drying or, if desired, calcination. A powder- 
ing method in which the dispersion (or a concentrated dispersion) is evaporated to remove the solvent by means of a 
vacuum flash evaporator suppresses secondary agglomeration of fine particles, which often occurs during drying, and 
is therefore preferred for obtaining zinc oxide powder having excellent dispersibility. 

w If necessary, the resulting powder can be calcined. Calcination is usually carried out at 100°C to 800°C. The cal- 
cining temperature should be decided appropriately so that the geometrical structure of the particles and various phys- 
ical and chemical properties attributed to the structure may not be impaired. The calcining atmosphere is arbitrarily 
selected according to the purpose. For example, calcination can be performed in air or an inert gas atmosphere, such 
as nitrogen, helium or argon. 

is A dispersion of the particles in a solvent different from that of the dispersion as produced by the process of the 
invention can be obtained by a known method comprising mixing the powder prepared by the above-desicribed powder- 
ing method with a desired solvent such as water and dispersing the mixture with mechanical energy by means of a ball 
mill, a sand mill, an ultrasonic homogenizer, etc. A dispersion in a different solvent can also be prepared by mixing the 
dispersion as produced with a desired solvent while heating the dispersion to evaporate part or the whole of the solvent 
20 to be replaced (solvent substitution under heating). The solvent to be substituted for the initial one is not particularly lim- 
ited and includes organic solvents, such as alcohols, aliphatic or aromatic carboxylic acid esters, ketones, ethers, ether 
esters, aliphatic or aromatic hydrocarbons, and halogenated hydrocarbons; water, mineral oil, vegetable oil, wax oil, sil- 
icone oil, and the like. A suitable solvent can be selected appropriately according to the end use. 

The process for producing zinc oxide-based particles described in (27) to (36) above and zinc oxide-based parti- 
es cles described in (50) to (58) will now be explained. 

The zinc oxide-based particles according to the invention mainly comprise a metal oxide co-precipitate which con- 
tains, as a metallic component, zinc and at least one element additive selected from the group consisting of the group 
NIB metal element and the group IVB metal element, has a zinc content being 80 to 99.9% in terms of the ratio of the 
number of zinc atoms to the total number of the atoms of the metallic components, and exhibits zinc oxide (ZnO) crys- 
30 talline properties when X-ray crystallographically observed. The crystal form of zinc oxide is not particularly limited and 
may have an X-ray diffraction pattern of any known structures, such as a hexagonal system (wurtzite structure), a cubic 
system (rock salt structure), and a face-centered-cubic structure. The zinc content of the metal oxide co-precipitate 
ranges form 80 to 99.9%, preferably 90 to 99.5%, in terms of the ratio of the number of zinc atoms to the total number 
of the atoms of the metallic components. If the zinc atomic ratio is lower than the above range, the particles hardly have 
35 controlled uniformity in shape, size, higher-order structure, and the like. If the ratio is higher than the above range, the 
functions as a co-precipitate, that is, infrared screening properties (inclusive of heat ray screening properties) become 
insufficient. 

Therefore, as far as the above-described conditions are fulfilled, also included in the zinc oxide-based particles as 
referred to in the invention are those in which an organometallic compound, such as a coupling agent (e.g.. a silane 

40 coupling agent and an aluminum coupling agent), an organosiloxane or a chelate compound, is bound to the surface of 
the zinc oxide crystals or forms a coating layer on the surface of the zinc oxide crystals and those containing a halogen 
element, an inorganic acid radical (e.g.. a sulfuric acid radical and a nitric acid radical) or an organic compound residue 
(e.g., a fatty acid residue, an alcohol residue or an amine residue) in the inside and/or on the surface thereof. It is not 
favorable that an alkali metal or an alkaline earth metal (as a metallic element other than the element additive selected 

45 from the group consisting of the group NIB metal elements and the group IVB metal elements and zinc) is present in the 
form of a solid solution in ZnO crystals. The amount of these other metallic elements present in the particles is prefer- 
ably not more than 1/10, particularly not more than 1/100, of the total number of atoms of the element additive selected 
from the group consisting of the group NIB metal elements and the group IVB metal elements. This does not apply 
where the particles are surface-treated with an alkali metal-containing surface active agent, etc. 

so The element additive which constitutes the metal oxide co-precipitate is at least one member selected from the 
group consisting of the group 1MB metallic elements, e.g., boron, aluminum (Al), gallium (Ga), indium (In), and thallium 
(Tl), and the group IVB metallic elements, e.g., silicon (Si), germanium (Ge). tin (Sn). and lead (Pb). Of these metallic 
elements, indium and/or aluminum is/are particularly preferred. 

The zinc oxide-based particles of the invention embrace three embodiments; in the first embodiment the individual 

55 particle exists in the form of a single particle comprising the metal oxide co-precipitate; in the second embodiment a 
plurality of the single particles gather to form the individual particle; and in the third embodiment the single particles 
form a composite with a polymer. These three embodiments will further be explained below. 

In the first embodiment, each zinc oxide-based particle is made up solely of a single particle of the metal oxide co- 
precipitate. The single particle preferably has an average particle size of 0.001 to 0.1 urn, particularly 0.001 to 0.05 um, 
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in its shortest dimension. ... t ~.~r*«n nartiriP size a number average particle 

Unless otherwise specified, the term particle S^^SSS^^^ diameter in the short- 
size, and the like as used with respect to the 
est dimension. The term 

ing the center of the particle. In other words, the < l» rtcle J , ^ c m ^ n center 0 , a cubic particle, a rectangular parallel- 
axis of an ellipsoidal line partide the ^^^^X^^^^ iS P er P endicu,ar f 2£ 
epiped particle or a pyramidal part.de; the length of ^ wh«r P^ 5 passing the center in the direct.cn 

tudinal axis of an acicular. column, rod or cyhndr.cal partde. ^ theshort^ P particle . 
£r pendicular to the main surface, i.e.. ^'^^^^^n tSesame range as the shortest diam- 
P The longest diameter of granular or spherical par JJW^T.M particles) is preferably 0.002 urn or 
eter. and that of odd-shaped parses (eg th mj ptetes ^i^wi** or zinc oxide-based particles is arbitrary 
longer and smaller than 0.5 pm. The shape o the metal ox.de ^ precjp ^ ^ a ^ 

^eseconden.odlmenUhez.co^^^ 
mentioned single particles as a pnmarypartde. ' n JJ^^w and also when the primary particles have a s,ze 

face of a single particle and/or the surface of an the single particles are dispersed without 

25 the single partides together, and (C) *f^£^£^££^ dispersed. The comport, particles 
being agglomerated and^or agglomerates ^ 

35 pr eferabfy have a spherical or etlipsoidaT *JjJ"J^^ contributes to 

unevenness irrespective of the contour of the parte £jJSEw£r n secon d and third embodiments, the aver- 
light scatter on the surface to prov.de .mproved hght M usua ,.y ranges from 0.001 to 10 pm. In 

age particle size of the zinc ox.de-based P^ d " « ^^S^ 0 001 <° 01 ^ is preferred tor ni 9 n trans P arency " 
thestfudure(A)ofthethirder^ 
40 Hollow particles preferably have an average partde size °* ^LTsed as a dispersion in a solvent. Useful media 
Thrzinc oxide-based partides of the .nvent.on are mm i ether esters, aliphatic or aromatic 

induce water, alcohols. Ketones. ^—uSe" oil. and the .ike. In addition to 

hydrocarbons, halogenated hydrocarbons. nw«U «^8j*J o ganic binders or inorganic binders used 

these solvents, the dispersion may conta.n otter components, for examp , g rmosetting resins> SUC h as 

The proc.se to P»*«*>Q the *o oxKi^baseo P-^ISSmK "or higher in an alcohol in th. presence of 
The process of the inventon preferably^ «>mpnses a 1 J £ the firet mixture with a heated alcohol- 



and the second mixing step. 
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Still preferably, the process comprises a first mixing step of preparing a first mixture comprising a zinc source and 
a monocarboxylic acid, a second mixing step of mixing the first mixture with an alcohol to prepare a second mixture, 
and a heating step of heating the second mixture at a temperature of 100°C or higher, and a compound containing at 
least one element additive selected from the group consisting of the group If IB metallic elements and the group IVB 

s metallic elements is added to the first mixture and/or the second mixture in any of these steps. The compound contain- 
ing the element additive may be added either alone or as dissolved in an alcohol. The first mixing step is preferably car- 
ried out by dissolving the zinc source in a mixed solvent of the carboxyl-containing compound and water. 

The process preferably includes a step in which a mixture of the zinc source and the carboxyl-containing compound 
in water is added to the alcohol heated to 100°C or higher thereby to remove at least part of the water and/or the car- 

10 boxyl-containing compound by evaporation. While the zinc source and the carboxyl-containing compound are prefera- 
bly used as dissolved in water, it is desirable to drive water or the carboxyl-containing compound out of the system as 
much as possible so as to prevent reduction of the crystalline properties of the fine particles and also to prevent sec- 
ondary agglomeration thereby to secure uniformity in size and shape of the fine particles. Formation of fine particles 
may occur during addition of the first mixture to the heated medium but is usually induced by maintaining the reaction 

is system after the addition at a temperature of 100°C or higher. Meanwhile, evaporation of water and the carboxyl-con- 
taining compound is usually observed. 

The zinc source to be used in the process of the invention is, for example, at least one member selected from the 
group consisting of zinc oxide, zinc hydroxide, and zinc acetate. The carboxyl-containing compound is preferably a sat- 
urated fatty acid having a boiling point of 200°C or lower at atmospheric pressure. 

20 When the zinc source and the carboxyl-containing compound are maintained at a temperature of 100°C or higher 

in an alcohol in the presence of a compound containing at least one element additive selected from the group consisting 
of the group IIIB metallic elements and the group IVB metallic elements, the system may contain (1) a polymer, (2) a 
compound additive containing, in the molecule thereof, one or more than one atomic groups selected from the group 
consisting of a carboxyl group, an amino group, a quaternary ammonio group, an amido group, an imido bond, an alco- 

25 holic and/or phenolic hydroxyl group, a carboxylic acid ester bond, a urethane group, a urethane bond, a ureido group, 
a ureylene bond, an isocyanate group, an epoxy group, a phosphoric acid group, a metallic hydroxyl group, a metallic 
alkoxy group, and a sulfonic acid group and having a molecular weight of smaller than 1000. (3) carbon dioxide and/or 
a carbonic acid source, or (4) lactic acid or a compound thereof. 

Where a polymer is present in the system maintained at 100°C or higher, zinc oxide-based composite particles 

30 comprising the above-described single particles and a polymer are obtained. Suitable polymers to be used can be 
those described with respect to the composite particles according to (1 0) to (18) above. 

Where a compound having the above-described specific functional group is present in the system maintained at 
100°C or higher, it is possible to conduct surface treatment of the particles, and the particle size is controllable. 

Where carbon dioxide and/or a carbonic acid source is present in the system maintained at 100°C or higher, fine 

35 particles having excellent water dispersibility and high fineness (0.05 urn or smaller) can be obtained with ease. (Basic) 
zinc carbonate when used as part of a zinc source will serve in substitution for a carbonic acid source. A suitable 
amount of a carbonic acid source is 0.1 to 20 mol% based on zinc. Too much carbonic acid sometimes interferes with 
crystallization of zinc oxide, and such being the case, the heating temperature must be increased. Carbonic acid 
sources include compounds producing carbonate ions or carbon acid gas on, e.g., heating, such as ammonium carbon- 
ic ate, ammonium hydrogencarbonate, and urea; metal carbonates, such as yttrium carbonate, cadmium carbonate, silver 
carbonate, samarium carbonate, zirconium carbonate, cerium carbonate, thallium carbonate, lead carbonate, and bis- 
muth carbonate; and basic metal carbonates, such as basic zinc carbonate, basic cobalt(ll) carbonate, basic copper(ll) 
carbonate, basic lead(ll) carbonate, and basic nickel(ll) carbonate. These carbonic acid sources can be used either 
individually or as a combination of two or more thereof. 

45 The process of maintaining the system at 100°C or higher in the presence of lactic acid or a compound thereof is 
effective in obtaining secondary particles that are agglomerates of the single particles comprising the metal oxide co- 
precipitate as a primary particle. 

Lactic acid or a compound thereof to be used can be those described with respect to the process for producing inor- 
ganic compound particles described in (43) to (49) above. 

so The zinc oxide-based particles according to the invention will further be illustrated in detail. 

here the zinc oxide-based particles of the invention are single particles of the metal oxide co-precipitate (embodi- 
ment (1)). the single particles may be dispersed uniformly or may be partly agglomerated. In this case, where the single 
particles have an average particle size of 0.001 to 0.05 urn, particularly 0.02 jxm or smaller, they are useful as a material 
of transparent films that screen ultraviolet rays or heat rays. Where the single particles as primary particles are agglom- 

55 erated to form an outer shell composed of the secondary particles (embodiment (2)), the secondary particles have a 
double layer structure. In this case, the particles exhibit high light diffusing properties as well as high light transmitting 
properties because, in addition to light scatter on the surface of the secondary particles (corresponding to light scatter 
on conventional inorganic transparent fine particles), light is also scattered on the surface of the primary particles in the 
secondary particles and on the interface between the outer shell and the inner shell in the secondary particles. While 
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cles For examde. when the secondary particles have a number average part.de size of OA to ^^^Ztoi no to 

Sn?oxWeiased particles accorting to embodiment (3). which are composite part.cles composed of s.ngle 
particles and a polymer, include the following structures. 

(3H : Tne surface of single particles is covered with a polymer. Thesing.e pjnic.es do ^^^^^ 

thP orimarv Darticles (single particles) or the surface of the secondary particles, the zinc oxide-basea panicies nave 
improved adhesion to a matrix polymer when formulated into a composrt.cn. 

STtoto Mar second mixture or in the heating system for precipitating the z.nc e>dMprtd« 
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simple metallic body and an alloy. The language will be sometimes referred to as a metal (M) compound. 

The zinc source is converted to zinc oxide which is X-ray crystallographically crystalline upon being heated in a 
mixture of the carboxyl-containing compound and the alcohot. The existence of the metal (M) compound in this system 
provides a dispersion containing the zinc oxide-based particles of the invention. If any one of the three components, i.e. , 
a zinc source, a carboxyl -containing compound, and an alcohol, is missing, precipitation of zinc oxide crystals does not 
take place. If the metal (M) is absent, the zinc oxide-based particles of the invention are not obtained. 

Useful zinc sources and the amount to be used and preferred examples thereof can be those previously described 
with respect to the process for producing the composite particles as described in (10) to (18) above. 

Useful carboxyl-containing compounds and the amount to be used can be those previously described with respect 
to the process for producing zinc oxide fine particles described in (1) to (9) above. Monocarboxylic acids described with 
respect to the process for producing the composite particles described in (10) to (18) are particularly preferred. 

Useful alcohols and the amount to be used and preferred examples thereof can be those previously described with 
respect to the process for producing the composite particles as described in (1 0) to (1 8) above. In particular, those hav- 
ing a boiling point of 120°C or higher at atmospheric pressure are preferred of them for ease of obtaining particles of 
excellent crystalline properties under atmospheric pressure and in a short time. For ease of obtaining particles having 
excellent dispersibility, monohydric alcohols having a boiling point of 120°C or higher and a water solubility of not less 
than 1% by weight at 20°C, for example, monoethers or monoesters of glycols and n-butanol, are especially preferred. 

The metal (M) compound which can be used in the process of the invention is at least one compound (inclusive of 
a metal, such as a simple metal and an alloy) selected from, for example, metals (simple metal (M) or alloys of metal 
(M)); oxides; hydroxides; inorganic salts, such as (basic) carbonates, nitrates, sulfates, and halides (e.g.. chlorides or 
fluorides); carboxylic acid salts, such as acetates, propionates, butyrates, and laurates; metal alkoxides; all the com- 
pounds containing a trivalent or tetravalent metal (A), such as metal chelate compounds formed with a p-diketone, a 
hydroxycarboxylic acid, a keto ester, a keto alcohol, an amino-alcohol, a glycol, a quinoline, etc.; and compounds con- 
taining a metal exhibiting a few valences, e.g., In or Tl, in the lower valent state, the metal being capable of finally chang- 
ing to the trivalent or tetravalent state in the course of fine particle formation. 

In using aluminum as the group NIB metallic element, examples of compounds containing aluminum are aluminum, 
aluminum hydroxide, aluminum oxide, aluminum chloride, aluminum fluoride, aluminum nitrate, aluminum sulfate, basic 
aluminum acetate, trisacetylacetonatoaluminum, aluminum trimethoxide, aluminum triethoxide. aluminum triisopropox- 
ide, aluminum tri-n-butoxide, an acetoalkoxyaluminum diisopropylate, aluminum laurate, aluminum stearate, diisopro- 
poxyaluminum stearate, and ethyiacetoacetatoaluminum diisopropylate. 

In using boron as the group 1MB metallic element, examples of compounds containing boron are boron triaxide, 
boric acid, boron bromide, boron trifluoride diethyl ether complex, boron trif luoride monoethylamine complex, trimethyl 
borate, triethyl borate, triethoxyborane, and tri-n-butyl borate. 

In using gallium as the group NIB metallic element, examples of compounds containing gallium are gallium, gallium 
hydroxide, gallium oxide, gallium(lll) chloride, gallium(lll) bromide, gallium(lll) nitrate, gallium(lll) sulfate, ammonium 
gallium sulfate, gallium triethoxide, and gallium tri-n-butoxide. 

In using indium as the group 1MB metallic element, examples of compounds containing indium are indium. 
indium(lll) oxide, indium(lll) hydroxide, indium(lll) sulfate, indium(lll) chloride, indium(lll) fluoride, indium(lll) iodide, 
indium isopropoxide, indium(lll) acetate, indium triethoxide, and indium tri-n-butoxide. 

In using thallium as the group 1MB metallic element, examples of compounds containing thallium are thallium, thal- 
lium(l) oxide, thallium(lil) oxide, basic thallium(l) hydroxide, thallium(l) chloride, thallium(l) iodide, thallium(l) nitrate, 
thallium(l) sulfate, thallium(f) hydrogensulfate, basic thallium(l) sulfate, thallium(l) acetate, thallium(l) formate, thai- 
lium(l) malonate, thallium(lll) chloride, thallium(lll) nitrate, thallium(III) carbonate, thallium(lll) sulfate, and thallium(lll) 
hydrogensulfate. 

In using silicon as the group IVB metallic element, examples of compounds containing silicon include silicon; silicon 
oxide; silicon alkoxide compounds, such as tetraalkoxysilanes (e.g., tetramethoxysilane, tetraethoxysilane, and tetrabu- 
toxysilane), alkylalkoxysilanes (e.g., methyltrimethoxysilane, trimethoxysilane, 3-chloropropyltrimethoxysilane, 3-mer- 
captopropyltrimethoxysilane. Ill-glycidoxypropyrtrimethoxysilane, III-(ll-aminoethylaminopropyl)trimethoxysilane, 
diethoxydimethylsilane, trimethylethoxysilane, and hydroxyethyltriethoxysilane), and other silane ooupling agents (e.g., 
phenyrtrimethoxysilane, benzyltriethoxysilane, y-aminopropyltriethoxysilane, N-0(anrunoethyl)y-aminopropyltrimethox- 
ysilane. y-glycidoxypropyltrimethoxysilane, y-methacryloxypropyltrimethoxysilane, y-mercaptopropyltrimethoxysilane, y- 
chloropropyrtrimethoxysilane. and stearyltrimethoxysilane; chlorosilanes, such as silicon tetrachloride, trichlorosilane, 
and methyltrichlorosilane; and acetoxysilanes, such as triacetoxysilane. 

In using germanium as the group IVB metallic element, examples of compounds containing germanium are germa- 
nium. germanium(IV) oxide. germanium(IV) chloride. germanium(IV) iodide. germanium(IV) acetate, germanium(IV) 
chloride bipyridyl complex, p-carboxyethylgermanium sesquioxide, and germanium(IV) ethoxide. 

In using tin as the group IVB metallic element, examples of compounds containing tin are tin, tin(IV) oxide, tin(IV) 
chloride, tin(IV) acetate, di-n-butyltin(IV) dichloride, di-n-butyrtin(IV) dilaurate, di-n-butyltin(IV) maleate (polymer), di-n- 
butyltin(IV) oxide, di-n-methyrtin(IV) dichloride, di-n-octyltin(IV) maleate (polymer), di-n-octyltin(IV) oxide, diphenyl- 
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tin(IV) dichloride. mono-n-butyltin(IV) oxide, tetra-n-butyltin(IV), tin(ll) oxalate, tri-n-butyltin(IV) acetate, tributyltin ethox- 
ide, trimethyltin chloride, triphenyltin acetate, triphenyltin(IV) hydroxide, tin tetraethoxide, and tin tetra-n-butoxide. 

In using lead as the group IVB metallic element, examples of compounds containing lead are lead, lead(IV) ace- 
tate, lead(IV) chloride, lead(IV) fluoride. lead(IV) oxide, lead(ll+IV) oxide, and lead(ll) oxalate. 
5 The oxide or hydroxide of metal (M) can be used either as powdered or in the form of an aqueous or alcoholic sol 
of a metal oxide and/or hydroxide of colloidal level, such as alumina sol or silica sol. 

The process of the invention comprises, for example, the following steps (I) to (III), and the metal (M) compound is 
added in one or more than one of steps (I), (II), and (III). 

10 (I) A first step of preparing a first mixture comprising a zinc source and a carboxyl-containing compound. 

(II) A second step of mixing the first mixture with an alcohol to prepare a second mixture comprising the alcohol 
having dissolved or dispersed therein zinc and the carboxyl-containing compound. 

(III) A third step of heating the second mixture at a temperature of 100°C or higher thereby to precipitate zinc oxide- 
based particles comprising a crystalline co-precipitate of metal oxides containing 80 to 99.9% of zinc and 0.1 to 

15 20% of metal (M) in terms of the ratio of the number of atoms to the total number of atoms of metallic elements. 

Step (I) is preferably a step of preparing a first mixture which further contains water. In this case, a first mixture in 
a solution state can easily be obtained. The order of addition of the zinc source, the carboxyl-containing compound, 
and water is arbitrary. For example, the zinc source can be dissolved in a mixed solvent of the carboxyl-containing 
20 compound and water to prepare the first mixture. 

It is preferable to carry out steps (II) and (III) by an embodiment in which the f irst mixture is added to and mixed with 
the alcohol maintained at a temperature of 100°C or higher to obtain the second mixture with ease. 

When the first mixture comprising the zinc source and the carboxyl-containing compound, which may further com- 

25 prises the metal (M) compound, is added to the alcohol, it is preferable that the first mixture be a solution. In this case, 
it is desirable for the zinc source and the carboxyl-containing compound to be dissolved mutually or to be dissolved in 
a solvent having high compatibility to both of them. Water, alcohols, ketones, and esters are advantageous as such a 
solvent in that they easily dissolve the zinc source and the carboxyl-containing compound and, if any, the metal(M) com- 
pound at a temperature of from room temperature up to about 100°C and that they are also highly compatible with the 

30 above-mentioned medium. The term "alcohols" as used above embraces all the alcohol species hereinabove 
described. 

In the stage where the zinc source is converted to X-ray crystallographically crystalline zinc oxide, there are cases 
in which the reaction sometimes involves formation of one or more zinc oxide precursors (which may or may not contain 
metal (M)). The case of using zinc oxide as a zinc source may be mentioned as an example. The term "zinc oxide pre- 

35 cursor" means ions or compounds other than zinc oxide which contain at least a zinc atom. For example, the precursors 
include a zinc (hydrate) ion (Zn 2+ ), a polynuclear hydroxide ion of zinc, the above ions partly or totally chelated by a 
chelating compound, e.g., a p-dicarbonyl compound (e.g., acetylacetone), lactic acid, ethylene glycol or ethanolamine, 
and (basic) carboxylic acid salts, such as (basic) zinc acetate, (basic) zinc salicylate, and (basic) zinc lactate. The pre- 
cursor may be present with a part or the whole thereof forming a composite with the carboxyl-containing compound 

40 and/or the alcohol as, for example, a complex salt 

In the stage where the zinc source and the metal (M) compound used as a raw material are converted to zinc oxide- 
based fine particles in the second mixture, the carboxyl-containing compound in the second mixture does not change 
or partly or totally undergoes esterif ication with a part or the whole of the alcohol in the second mixture to form an ester 
compound. 

45 The second mixture is not limited provided that it is a mixture obtained by mixing the above-described four essential 
components, i.e., the zinc source, the carboxyl-containing compound, the alcohol, and the metal (M) compound. If 
desired, the mixture may contain components other than the four components, such as water; organic solvents, e.g., 
ketones, esters, (cyclo)paraffins, ethers, and aromatic compounds; additives hereinafter described; metallic compo- 
nents other than zinc and metal (M), e.g., acetates, inorganic metal salts (e.g.. a nitrate or a chloride) and organome- 

50 tallic alkoxides (e.g., metal alkoxides). However, because an alkali metal or alkaline earth metal sometimes causes 
reduction in heat ray cutting function and electrical conductivity of the fine particles, its content in the mixture is prefer- 
ably not more than 1/10, particularly not more than 1/1 00, in terms of the ratio to the total number of atoms of metal (M) 
in the mixture. Of these components, water and organic solvents are usually used as a solvent component. 

The mutual state of the four components and the state of each component in the second mixture are not particularly 

55 limited. Taking the zinc source, for instance, the zinc source and/or the metal (M) compound can be dissolved as such 
in a solvent component, such as the alcohol and/or water or an organic solvent; or the zinc source is changed to the 
above-described zinc oxide precursor and dissolved or dispersed in a colloidal, emulsified or suspended state in the 
solvent component. 

Accordingly, the state of the second mixture is not particularly limited. Whether the mixture is liquid, sol, an emul- 
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sion or a suspension will not cause be a problem. 

The second mixture is prepared by mixing the components within the above-described ranges. The preparation 
method is not particularly limited. 

In order to obtain a dispersion of zinc oxide-based particles while controlling the average particle size of the single 
5 particles within a range of from 0.001 to 1 0 ^im, it is preferred for practical productivity to add the first mixture comprising 
a zinc source and a carboxyl-containing compound to a heated alcohol-containing solution to prepare the second mix- 
ture. 

The method of preparing the mixture according to the above-described preferred mode is further illustrated below. 
Addition of the first mixture can be carried out by adding the whole amount of the first mixture all at once, or adding 
w the first mixture dropwise on or into the alcohol-containing solution, or spraying the first mixture. 

Addition of the first mixture may be conducted at atmospheric pressure, under pressure, or under reduced pres- 
sure. Addition at atmospheric pressure is preferred from the economical consideration. In this case, when a zinc oxide- 
based fine particle dispersion having uniformity in particle size and shape, etc. and a controlled state of dispersion or 
agglomeration is desired, it is preferable to keep the alcohol-containing solution at 60°C or higher, particularly 60°C to 
15 300°C, during addition and mixing. If the temperature of the alcohol-containing solution during addition and mixing is 
lower than 60°C, the viscosity of the second mixture tends to increase suddenly during or after addition and mixing, 
resulting in gelation. If this happens, there arise such problems that stirring is impossible and unsuccessfully achieves 
uniform mixing or heat conduction in the subsequent step, i.e., heating, is insufficient, resulting in temperature distribu- 
tion. It follows that zinc oxide fine particles uniform in crystalline properties, particle size and particle shape can hardly 
20 be obtained but agglomerated particles. This problem also concerns the concentration of zinc in the second mixture and 
is more liable to occur at a higher zinc concentration. The lowest suitable temperature varies according to the pressure 
of the system. When the mixture is prepared under reduced pressure or under pressure, the temperature of the alco- 
holic solvent should be selected appropriately. When the first mixture is added to the alcohol-containing solution under 
heating as described above, part of the carboxyl-containing compound and/or part of the alcohol of the second mixture 
25 are sometimes driven out of the system through evaporation. The mixture thus prepared is also included in the second 
mixture. 

While the raw material composition for preparing the first mixture is not particularly limited, it is preferable that the 
amount of the zinc source to be used as a raw material of the first mixture ranges from 1 to 90% by weight, in terms of 
ZnO, based on the total amount of the first mixture and that the amount of the carboxyl-containing compound to be used 
30 as a raw material of the first mixture ranges from 0.5 to 50 mol per mole of Zn atoms of the zinc source. 

The thus prepared first mixture is added and mixed with the alcohol -containing solution to obtain the second mix- 
ture. 

The first mixture when added may be at room temperature or as heated. For obtaining a uniform mixture, the alco- 
hol-containing solution is preferably stirred while the first mixture is being added thereto. 
35 While not limiting, the amount of the alcohol in the alcohol-containing solution preferably ranges from 1 to 1 00 mol 
per mole of the Zn atoms originated in the zinc source present in the second mixture so that the formation of zinc oxide- 
based fine particles under heating may be completed in a short time period. The alcohol concentration in the alcohol- 
containing solution is usually in a range of from 5 to 100% by wight based on the total weight of the solution. 

Heating of the thus prepared second mixture results in production of a dispersion containing zinc oxide-based par- 
40 tides in good yield. 

The heating temperature is not particularly limited. The heating must be, as a matter of course, at or above the tem- 
perature at which crystalline zinc oxide precipitates, but the temperature cannot be decided definitely because it is sub- 
ject to variation in accordance with desired morphology of zinc oxide-based fine particles, such as the size, shape and 
state of dispersion or agglomeration. The heating temperature and heating time should be selected from a comprehen- 
ds sive point of view including the initial composition of the second mixture and the above-mentioned various parameters. 
In particular, when it is desired to obtain a dispersion of zinc oxide-based fine particles having the average single par- 
ticle size controlled within a range of from 0.001 to 10 \im with practical productivity, it is preferable to heat the second 
mixture at 100°C or higher, still preferably 100 to 300°C, particularly preferably 120°C or higher. 

In the case when the first mixture is added to an alcohol-containing solution kept at 100°C or higher to obtain the 
so second mixture, heating of the resulting second mixture can be achieved by maintaining the mixture at that temperature, 
or the mixture is heated or cooled to a prescribed temperature, followed by heat treatment. In the case when the first 
mixture is added to an alcohol-containing solution below 100°C to obtain the second mixture, the resulting second mix- 
ture is heated to 100°C or higher, followed by heat treatment. To set the second mixture heating temperature at 100°C 
or higher brings about the advantage that strict control on the composition of the reaction system, inclusive of control 
55 on the rate of evaporation of excessive or unnecessary components and the amount of the evaporated components, 
can be taken easily for obtaining zinc oxide-based fine particles. As a result, the particle size and the like of the resulting 
particles can be controlled easily. 

In the heating step for obtaining the dispersion, the components other than the above-described ones, i.e., the alco- 
hol, the aforesaid ester compound produced upon heating, or the solvent component which may, if desired, have been 
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used in the mixture may be removed by evaporation partially or completely. 

While not limiting, a preferred heating time for completion of the reaction ,s usually *f*?V^*» "L^ fo 

dispersion be 0.5 mol or less per mole of the total zinc atoms present in the disperse, ff rt exceeds 0.5 moUhere are 
SmeJmes ises in which the zinc oxide-based fine particles have reduced crystalline 

Son of zinc oxide Accordingly, where the amount of the carboxyl-conta.n.ng compound present in the second I mix 
£ ^ tTan^nt of *e carboxyl-containing compound in the ^^£^£^5% 
per mole of the total zinc atoms in the resulting dispersion, at least the excess should 

the heating step. Needless to say. the carboxyl-containing compound may be evaporated dunng heating even 



15 ^et^of 8 m2nS'the system at 100*C or higher in the presence of lactic acid or a compound thereof * 
effect Z££ Partides that are agglomerates of the above-ide = s4ng^ partc.es = y p. ; 

tides Lactic acid or a compound thereof to be used includes lactic acid; lacfic aad metal salts, such as ^moniuir . .ac 
SfsoaSmSe. lithium .actate. ca.cium lactate, magnesium lactate, zinc tectate, i Ju ™ um J*^^ 
aSatei on lactate, nickel lactate, and silver lactate; and lactic ester compounds capable of generating lactic aad I on 
W%Z etc.. such as methyl lactate, ethyl lactate, and n-buty. lactate. These compounds may be used either ,nd>v,d 

^Vvhit™ 

^r 9 z= 

fCH.CH(OH)COOH) and/or a lactic ester, it can be added at any stage from step (I) throughstep ("0 erthBrJ wxw> or 



20 



25 



30 



35 

^Where^aa^s dissolved or dispersed in the medium, cases sometimes occur in which zinc oxfce crystals |gj 
anisTop laHy into thin plate like zinc oxide crystals to provide a dispersion contatmng z.nc o^-basedjne particles 

is the smaller of the width and the height out of the three axes. r ~,orH tn *h* 

Turner which can be used in the process of the invention are the same as those explained with regard to the 

sS^ 

ratio of 0.05 to 0.5 to the zinc oxide content, while somewhat varying according to the kind of the polymer and other 

r6a t3^g tothe process of the invention, the polymer is added to any one or more than one stepso. the above- 
dJ^Sta of the polymer is conducted at an aibitrary stage before precipitation of z,nc oxde-based par- 
ticles For example, the polymer can be added to the first mixture or the second mixture. 

AcSrdintJto the process of the invention, the polymer can be added in any of the above^iescnbed steps but before 
formation of zinc oxide-based particles. 



40 



45 



50 



40 



3NSDOCID- <EP 0768277A1J_> 



EP 0 768 277 A1 



For smooth spread of the polymer throughout the reaction system, it is preferable for the polymer to be previously 
dissolved in the same alcohol as used as a medium or an arbitrary solvent. The solvent for dissolving the polymer is not 
particularly limited as far as it is capable of dissolving the polymer, and is usually at least one member selected from 
organic solvents, such as alcohols (the above-described ones), aliphatic or aromatic carboxylic acids, aliphatic or aro- 

5 matic carboxylic acid esters, ketones, ethers, ether esters, aliphatic or aromatic hydrocarbons, and halogenated hydro- 
carbons; water; mineral oil; vegetable oil; wax oil; and silicone oil. 

The second mixture is not limited provided that it is a mixture obtained by mixing the above-described four essential 
components, i.e., a zinc source, a carboxyl-containing compound, an alcohol, and metal (M). In order to obtain hollow 
particles the outer shell of which is formed of co-precipitated single particles or particles comprising a polymer having 

10 dispersed therein a number of single particles, the polymer is added in a stage before formation of zinc oxide-based 
particles. 

On maintaining the second mixture containing the polymer at 100°C or higher, preferably 100 to 300°C, still prefer- 
ably 150 to 200°C, for a period of 0.1 to 30 hours, preferably 0.5 to 10 hours, there are obtained the zinc oxide-based 
particles of the invention as zinc oxide-based crystals-polymer composite particles with practical productivity in accord- 
is ance with the kinds and ratios of the raw materials. That is, on maintaining the second mixture at a temperature within 
the above range for a period within the above range, the zinc dissolved or dispersed in the medium is converted to X- 
ray crystallographically crystalline zinc oxide. Because the medium also has dissolved or dispersed therein the polymer, 
the polymer forms a composite while the nuclei of zinc oxide crystals precipitate and grow, thereby providing a disper- 
sion containing zinc oxide-polymer composite particles. The internal structure, shape and size of the composite parti- 
te cles formed, and the particle size of the single particles (co-precipitated metal oxide) present therein can be controlled 
by selection of the kinds and ratios of the raw materials (e.g., the polymer and the alcohol), the composition and tem- 
perature of the reaction system at the time when composite particles are formed that are based on the thermal history, 
etc. applied till composite particles are formed. 

According to the process of the invention, there is obtained a dispersion containing 1 to 80% by weight of zinc 
25 oxide-based particles in an alcohol and/or the above-described ester compound and/or an organic solvent, in which the 
zinc oxide-based particles contain a metal oxide co-precipitate and a polymer and have a number average particle size 
of 0.001 to 10 urn and a coefficient of size variation of not more than 30%. 

It is also possible to add a specific additive to the system in the step of heating for the purpose of controlling the 
size, shape, state of dispersion or higher-order and/or the polarity or composition of the surface of the finally obtained 
30 zinc oxide-based single particles. The stage of addition of the additive is not particularly restricted. The additive can be 
added in either of the step of preparing the second mixture or the first mixture or the step of heating. The stage of addi- 
tion is selected appropriately according to the purpose and the kind of the additive. In many cases, the effects of the 
additive are fully exerted when added immediately before or after precipitation of zinc oxide crystals. 

In particular, in order to obtain zinc oxide-based particles having high uniformity in size and shape of the single par- 
35 tides, it is preferable that a compound containing in the molecule thereof a carboxyl group, an amino group, a quater- 
nary ammonio group, an amido group, an imido bond, a hydroxyl group, an ester bond, a urethane group, a urethane 
bond, a ureido group, a ureylene bond, an isocyanate group, an epoxy group, a phosphoric acid group, a metallic 
hydroxyl group, a metallic alkoxy group, and a sulfonic acid group and having a molecular weight of less than 1,000 be 
present as an additive in the system in the heating step. 
40 Useful additives and their amount can be those described with reference to the process for producing the zinc oxide 
fine particles described in (1) to (9) above. 

A preferred embodiment of the invention for obtaining zinc oxide-based particles having an average single particle 
size controlled within a range of from 0.001 to 0.1 pm can be achieved when any one of the following conditions (I) to 
(IV), preferably 2 or 3 of the conditions, still preferably all of them are satisfied. 

45 

(I) Of the above-described zinc sources, a zinc source mainly comprising at least one compound selected form the 
group consisting of zinc oxide, zinc hydroxide, and zinc acetate, particularly a zinc source mainly comprising zinc 
oxide and/or zinc hydroxide is used. 

Zinc oxide, zinc hydroxide, and zinc acetate contain substantially no impurity that might interfere with the reac- 
50 tion forming zinc oxide-based fine particles in the heating step, therefore making it easy to strictly control the parti- 
cle size to such fineness of 0.001 to 0.1 um Above all, zinc oxide and zinc hydroxide are available at a low price, 
allow a free choice of the carboxyl-containing compound to be combined with, and make it particularly easy to 
obtain fine particles within the above particle size range. 

(II) The carboxyl-containing compound is a saturated fatty acid having a boiling point of 200°C or lower at atmos- 
55 pheric pressure. 

Specifically, formic acid, acetic acid, propionic acid, butyric acid, and isobutyric acid are preferred. Acetic acid 
is particularly preferred. With these compounds, it is easy to control the carboxyl group content in the reaction sys- 
tem from mixing through heating, thus making it easy to strictly control the particle size to such fineness. It is still 
preferable to use the above saturated fatty acid in a proportion of 80 mol% or higher in the total carboxyl-containing 
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compounds 



^Vhile the content of the caiboxyl-corrtaining compound falling Within the ^^^f..^^"^ 
not Led further, a particularly preferred content of the carboxyl-conta.ning compound in me f irst mirfure .ranges 
f romTa to 10 moi per mole of Zn atoms of the zinc oxide for obtaining fine particles which have excellent dispers- 

ffiSSSn!^ mixture, obtained by mixing a zinc source, a ca^-oon 

^SSSS^^ met£ (M) compound, to an alcohol-containing solution kept at 100'C or above, particu- 

larlv 1 00° to 300°C, by continuous or intermittent dropwise addition. A^^uinn 

The ftat mixtu e is preferably in a liquid state. It is still preferable that the zinc source, the ^oxyl-conte^ng 
cornoourTa^dTe metal (M) compound are mutually dissolved or they are dissolved in a solvent having high com- 
SSS2J^S.?2S»£ ketones, and esters are advantageous as such a ^rt 'nthatftey y <*s- 
SEc sLrce and the carboxy.-«>ntah.ng compound under heating at ^ m ^^^^ c ^ 
and that they are also highly compatible with the alcoholic solvent. The term "alcohols as used above embraces 
all the alcohol species described above. .m.,..,^ 
(IV) The heating of the second mixture is conducted at 100° to 300°C. particularly 150* to 300 C. 

At the time when ZnO crystals precipitate to form the particles of the invention on heating t"® 5 ^"^"^ 
Zn c^Tt^n terms of ZnO in'thesecond mixture is preferably 0.5 to 20 ? 0 7Sn 
and lower than 10 wt%. for obtaining particles which have an average primary particle size of 0.001 to 0.1 nm and are 

"^JTcS^SS^ an average particle size ranging from 0.001 to 0, ,m can be made those 

SSased oarticles with a controlled shape, a controlled state of dispersion or higher-order structure, and controlled 
iSSti produce zinc oxide-based particles which have a regular primary particle size, dis- 
£Snw particle size substantially falling within the above range, and are inhibited from secondary 
£Sn» is Referable to use a zinc source comprising, as a main component, at least one cc^und selected 
SSjSS casting of zinc oxfcJe. zinc hydride, and zinc acetate and. as a ^^^n^peT- 
carbonate and/or a zinc salt of a carboxyl-containing compound having a boiling point higher than the heating temper 
at^fatmSSeric pressure. The ratio of the secondary component to the main component is 0.01 to 20% m terms 
! the ratio is less than 0.01%. the effect of the combined use of the secondary component is 
ZE££?* eSfc 20%. the system sometimes fails to produce zinc oxide having hfch cnrstalhne ^ertes. 

As an aHernSve process for obtaining zinc oxide-based particles regular in shape and size and excejerrt m ^dis- 
oersS f is enectve to perform the heat treatment in the presence of carbonate ions and/or C0 2 . This can be 
Z£Z2 hi L examole supplying carbon dioxide gas intermittently or continuously or adding a compound capable of 
Si^^ ions under Seating, such as urea, ammonium (hydrogen)carbonate. and basic 
zinc carbonate to the heating system before and/or during the zinc oxide forming reaction. .. 

^^£^lmMaonaM are satisfied in the process of the invention, there is obtained a dispersion 
combing rincSibased particles in a zinc oxide concentration of 1 to 80% by weight in an alcoho I and/or the atove- 
SbSiter impound and/or an organic solvent, in which the particles have an average particle size of 0.001 to 
tT^ z cSfrXTshape. a controlled Surface condition, and a controlled state «*^"£*ZZ^ di , 

The dispersion of the zinc oxide-based particles obtained in the .nventon can be used as such. H dj*.red. he d s 
persion can easily be powdered or transformed to a coating composition containing the zinc oxide-based particles or a 

ite partrc.es obtained by the process described in (10) to (1 8). the inorganic ^"^^^^^S^ 
essdescribed in (19) to (26). the zinc oxide-based particles obtained by the process described in (27) to (3 *) the zinc 
SwSmer composite particles described in (37) to (42) . the inorganic compound partjc.es described .n (43) loi 49) 
£Z^Ze6 particles described in (50) to (58) (hereinafter inclusively referred to as "zinc oxide^ased fine 

at least one of them in various industries. For the purpose of adding value to films, sheets, fiber, plastic plates^ g as£ 
DaoTcosmetics and so on. at least one kind of the zinc oxde-based fine particles of the inventon s added \* wan 
co^sTor^s prlvWing films, sheets, fiber, plastic p.ates,paper. cosmetics, etc, coating compositions to be applied to 
films, sheets, fiber, plastic plates, etc.; paper; cosmetics; and the like. ' 
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[1] Coating composition and coated articles of the invention 



The coating composition of the invention contains at least one kind of particles selected from the zinc oxide-based 
fine particles of the invention and a binder component capable of forming a coating film binding the zinc oxide-based 
s fine particles. The zinc oxide-based fine particles and the binder component are used in an amount of 0.1 to 99% by 
weight and 1 to 99.9% by weight, respectively, based on the total solids content of them. 

The coated article according to the invention comprises at least one substrate selected from the group consisting 
of a resin molded article, glass, and paper and a coating film provided on either one or both sides of the surface of the 
substrate. The coating film comprises at least one kind of the zinc oxide-based fine particles of the invention and a 
w binder component binding the zinc oxide-based fine particles. The amount of zinc oxide-based fine particles and the 
binder component is 0.1 to 99% by weight and 1 to 99.9% by weight, respectively, based on their total solids content. 
The resin molded article as a substrate has at least one form selected from the group consisting of a plate, a sheet, a 
film, and fiber. The substrate may be either transparent or semitransparent. 

If the amount of the fine particles exceeds the above range, the coating film has insufficient adhesion to the sub- 
15 strate, poor scratch resistance or abrasion resistance. If it is lower than that range, the effects of adding the fine parti- 
cles are insufficient. 

The total weight of the zinc oxide-based fine particles and the binder component is, for example, 1 to 80% based 
on the weight of the coating composition, being selected appropriately according to the purpose of use, workability, and 
the like. The balance of the coating composition comprises a solvent for dispersing the fine particles and for dissolving 

20 or dispersing the binder component and additives used according to the use of the composition, such as pigments. 

The binder component useful in the coating composition is not particularly limited and includes (1) organic binders, 
such as thermoplastic or thermosetting synthetic resins, e.g., (meth)acrylic resins, vinyl chloride resins, silicone resins, 
melamine resins, urethane resins, styrene resins, alkyd resins, phenolic resins, epoxy reins, and polyester resins, and 
synthetic or natural rubbers, e.g., ethylene-propylene copolymer rubber, polybutadiene rubber, styrene-butadiene rub- 

25 ber, and acrylonitrile-butadiene rubber; and (2) inorganic binders, such as silica sol, alkali silicates, silicon alkoxides, 
and phosphates. These binder components are used either individually or as a combination of two or more thereof, 
being selected appropriately according to the requirements of the coating film formed by applying the coating compo- 
sition onto a substrate and drying, such as heat resistance and scratch resistance, or the kind of the substrate. 
The binder component may be used as dissolved, emulsified or suspended in a solvent 

30 The solvent for the binder component is selected appropriately according to the use of the coating composition and 
the kind of the binder. Examples of useful solvents include organic solvents, such as alcohols, aliphatic or aromatic car- 
boxylic acid esters, ketones, ethers, ether esters, aliphatic or aromatic hydrocarbons, and halogenated hydrocarbons; 
water; mineral oil, vegetable oil, wax oil and silicone oil. Suitable solvents are selected according to the use. If desired, 
two or more of these solvents may be used as a mixture at an arbitrary ratio. The solvent for the binder component can 

35 be the solvent of the dispersion of the particles according to the invention. 

The method of preparing the coating composition is not particularly limited. For example, the powder of the fine par- 
ticles is dispersed in a solvent containing the binder component; a dispersion of the fine particles in a solvent and a sol- 
vent containing the binder component are mixed; or the binder component is added to a dispersion of the fine particles 
in a solvent. The dispersing method is not limited, and known techniques using, for example, a stirrer, a ball mill, a sand 

40 mill or an ultrasonic homogenizer can be applied. 

The coating composition of the invention can also be obtained by adding the binder component or a solvent con- 
taining the binder component directly to the dispersion of zinc oxide-based particles as produced by the above- 
described processes. 

The coating composition obtained by the above-described methods contains at least the fine particles, the binder 
45 component, and the solvent. 

The resulting coating composition is applied to an arbitrary substrate and dried to provide a film containing the inor- 
ganic compound particles. The substrate includes plastic films or sheets, such as a polyester film; fiber, such as natural 
fiber or synthetic fiber; transparent or semitransparent synthetic resin plates made of, e.g.. vinyl chloride resins, poly- 
carbonate resins, acrylic resins, and a polyethylene terephthalate resin; glass; and paper. 
so If necessary, the coating film may be heated at a temperature below the deformation temperature of the substrate 
for the following purposes. To accelerate condensation reaction among the molecules of an inorganic binder compo- 
nent, e.g., a silicon alkoxide, thereby to form a tough film; to accelerate curing reaction of a thermosetting resin as a 
binder component, thereby to provide a cured film; and to help efficient progress of crosslinking reaction between a 
resin having two or more active hydrogen atoms, such as polyether and/or polyester, which is used as at least part of 
55 the binder component, and a crosslinking agent, such as an isocyanate compound, thereby to form a polyurethane film. 
The binder component of the coated article of the invention is a film formed on drying or dry-curing (dry-crosslink- 
ing) the above-mentioned organic and/or inorganic binder. 

The method of applying the coating composition of the invention is not particularly limited, and any known coating 
technique, such as dipping, spraying, screen printing, roll coating, and flow coating, can be used. 
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The coating f ilm thus formed of the coating composition of the invention and the resulting coatee ^des of *e 
T^r^ 

! S^i2«S3/ S cared (IR; inclusive of near infrared rays ^^^^S^S 
Dower and (c) controlled electrical conductivity. Where ultraf ine parties are used, the coating film .s excelled \m rwaae 
^SSSt^m (-transparency). Where fine particles having a double layer structure, such as hollow par- 
ticles are used the coating film is excellent in light scattering properties. 

,. sZlZL orfdJLd «™ pa*les - W Invent « eorpriM ZnO. the, ha»e extent «nH 

surface flatness. 

[2] Resin composition and resin molded articles of the invention 

The resin composition according to the invention comprises at least one kind of the zinc oxi ^ e ; b ^ 

cient mechanical strength. If the amount is smaller than the above range, the effects of the f.ne particles may 

e !2n molded article of the invention is an article obtained by molding the resin composition of the invention into 
aS The^™^ 

mwmmmsm 

mWing properties (-transparency). Where fine particles having a double layer structure, such as hollow particles. 

of 0 Ito 1 C ,1 wrth a coefficient of size variation of not more than 30%. the resulting ran moWed article exh.b.te shp 
a SierSes aSaU Properties while retaining surface flatness. The molded article in film form .parti cularly an 
S^lm^SC^chTng the molded film has surface unevenness ascribed to the presence of the fine parti- 



20 



25 



30 



35 



40 



45 



50 



3NSDOCID <EP 0768277A1J_> 




EP 0 768 277 A1 




cles. In using the fine particles obtained in accordance with preferred embodiments of the invention, i.e., the particles 
regular in size and highly dispersed, the film has uniform and fine surface unevenness and excellent slip properties or 
anti-blocking properties while retaining extremely high flatness. For example, polyester films obtained in this way are 
useful as a base of magnetic tapes, wrap film or a film of a condenser. 
s The process of obtaining a molded article in a desired shape from the resin composition of the invention is not par- 

ticularly limited, and conventional molding techniques can be adopted as they are. Illustrative examples of molding are 
shown below. 

In the production of a polycarbonate resin plate containing the fine particles of the invention, pellets or powder of a 
polycarbonate resin and powder of a prescribed amount of the fine particles are melt kneaded to prepare a composition 
io in which the fine particles are uniformly dispersed in the resin. The composition, either as it is or after pelletized, is then 
molded by injection molding, extrusion, compression molding, and the like into a flat or curved plate shape. As a matter 
of course, the resulting plate-shaped article can further be subjected to post processing into an arbitrary shape, such 
as a wavy plate shape. Plates of other resins, such as acrylic resins, vinyl chloride resins, and polyester resins, can also 
be obtained similarly. 

is In the production of fibers (e.g. , nylon fiber and polyester fiber) or films (e.g., a polyolef in film, a polyamide film or a 
polyester film) containing the fine particles of the invention, powder of the fine particles and pellets or powder of a resin 
are melt kneaded to prepare a composition in which the fine particles are uniformly dispersed in the resin. The compo- 
sition, either as it is or after pelletized, is then molded into fiber by a conventional technique, such as melt spinning, or 
sheeted by a conventional sheeting technique, such as extrusion into a sheet, which is, if necessary, uniaxially or biax- 

20 ially stretched then. 

The resin molded article of the invention includes laminated films or sheets comprising one or more layers contain- 
ing the fine particles of the invention, which can be used as wrap film for food, etc., heat insulating film, gas barrier film, 
and the like. The laminated films or sheets can be produced by, for example, a process of laminating a film or sheet con- 
taining the fine particles of the invention with other films or sheets by heat fusion or via an adhesive (or an adhesive 

25 layer) or a process of coating a film or sheet with the above-described coating composition of the invention. Further, a 
laminated film or sheet can be produced by co-extruding (1) a composition of powder of the fine particles of the inven- 
tion and resin pellets or powder or (2) resin pellets or powder previously containing the fine particles of the invention 
onto a base film or sheet or any functional film or sheet. Apparatus used therefor can be a conventional film extruder 
used for production of a multi-layer film or sheet. 

30 Polyester fiber or polyester film having dispersed therein the fine particles of the invention can also be produced by 
the following conventional process. 

Polyester fiber can be obtained by adding a dispersion of the fine particles, for example, a 0.1 to 50 wt% dispersion 
in a glycol component, to the polyester preparation system at any stage of from interested ication through polymeriza- 
tion, followed by completion of the polymerization reaction to obtain a polyester resin having dispersed therein the fine 

35 particles and melt spinning the resulting polyester resin in a conventional manner. 

A polyester film can be obtained by preparing a polyester resin having dispersed therein the fine particles in the 
same manner as described above and extruding the resin into a sheet. If desired, the extruded sheet is stretched uniax- 
ially or biaxially. 

40 [3] Paper of the invention 

Paper according to the invention comprises pulp made into paper and at least one kind of the zinc oxide-based fine 
particles of the invention dispersed in the pulp. The amount of the zinc oxide-based fine particles is 0.01 to 50% by 
weight, preferably 0.1 to 20% by weight, based on the pulp. If the amount of the particles is smaller than 0.01%, the 
45 effects of addition of the fine particles are insufficient. If it exceeds 50%, the paper has reduced mechanical character- 
istics. 

The paper as referred to herein is not restricted as far as it contains the fine particles of the invention and includes, 
for example, self-containing paper, coated paper, impregnated paper, and processed paper, such as film-laminated 
paper. 

so The terminology "self-containing paper" means paper having the fine particles dispersed in the inside thereof 
and/or on the outer surface thereof, which is obtained by adding the fine particles in an arbitrary stage of from beating 
of pulp through paper making. The manner of addition of the fine particles is not particularly limited. The fine particles 
are usually added in powder form or as dispersed in, e.g., water. The steps involved up to paper making and drying are 
carried out in accordance with conventionally known paper making techniques. Conventionally known raw materials 

55 can be used in the invention. For example, pulp is beaten by means of a pulper. etc. to prepare a pulp slurry, and an 
aqueous dispersion of the fine particles of the invention is added to the slurry. The pulp slurry is then made into paper 
and dried to obtain paper having dispersed therein the fine particles. If desired, a sizing agent, ammonium sulfate, a 
strengthening agent, etc. can be added in an arbitrary stage. 

Coated paper is paper obtained by applying a coating composition containing the fine particles of the invention to 
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E? nartiS*nan aqueous or organic medium which may contain a binder, followed by drying. 

using the fine particles of the invention. rfimarcift n to be used are prepared in a conventional manner 

Thefineparfdes-con^ 

of applications as, for example, art paper or wall paper. number average particle size of 

heretofore attained and improved pnntability. 
30 [4] Cosmetics of the invention 

The cosmetics accordfcg to the invention contain at '^X^ c ^ 
invention in an amount of 0.1% by weight ZT^^^^ it^Te efflS of "e invent are not 
to 50% by weight based on the total solids content of the cosmefccsjte tar as w. essential com- 

InWed'theco^e^ 

ponent according to the purpose, example, (1) on. ^ ""^J^JJS and propylene glycol, and (2) one or 
waxes, and hydrocarbons, and polyhydric alcohols^ t^^gg^*^ ag enS coloring matter, water, anti- 
n^reof surface activ^^ from lender pigments, 

septics. antifungals, and the like can oe aaaea^rureie . v i , m ^ a TlQ pi g m ent. and organic pig- 

such as kaolin, talc, and mica, inorganic pigments, such as an i™ arte PV^raanaa i u 2P g 

^n^osWon. nephology, part*. "^^J^1?Sct«e^a partes dsscnbed In (50) to (58) pro- 
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uisite amount of the fine particles is added and dispersed in any arbitrary stage of conventional preparation of a cos- 
metic composition according to the use or kind of the cosmetics. Since the fine particles of the invention are hardly 
agglomerated and easily dispersible in general cosmetic compositions, a dispersive mixing method commonly used for 
powdery materials of cosmetics can be applied to provide cosmetics in which the fine particles are highly dispersed. 

5 The fine particles may be added as such or, if desired, can be subjected to a surface treatment commonly employed for 
powdery cosmetic materials for rendering lipophilic or hydrophilic, for example, a treatment with an anionic, cationic, 
nonionic or amphoteric surface active agent, a metallic soap, silicone, etc. The surface treatment may be conducted 
either before or during the addition and mixing. 

The cosmetics of the invention have at least UV-cutting power. Additionally, when the zinc oxide-based particles 

10 obtained by the process described in (27) to (36) or the zinc oxide-based particles described in (50) to (58) are used, 
the cosmetics exhibit IR (inclusive of near infrared rays (=heat rays) and far infrared ryas)-cutting power. When the zinc 
oxide-polymer composite particles obtained by the process described in (1 0) to (1 8) or the zinc oxide-polymer compos- 
ite particles described in (37) to (42) are used, smoothness is imparted to give excellent texture. When ultraf ine parti- 
cles are used, the cosmetics have excellent visible light transmitting properties (transparency), when fine particles 

15 having a double layer structure, such as hollow particles, are used, the cosmetics have fight scattering properties and 
transparency. 

Since the zinc oxide-based particles of the invention mainly comprise ZnO, they have excellent antimicrobial prop- 
erties, thereby providing coated articles having an antimicrobial action. 

When fine particles having interstices among crystals and/or a hollow structure are used, the cosmetics have mois- 
20 ture retaining properties and give a moisturized feeling. A perfume and the like can be held in such particles so as to 
be released slowly. 

The zinc oxide-polymer composite particles obtained by the process described in (10) to (18) and the zinc oxide- 
polymer composite particles described in (37) to (42), particularly those having a double layer structure whose outer 
shell is made up by agglomeration of the above<Jescribed zinc oxide-based fine particles, exhibit high light diffusing 

25 properties. Therefore, coated articles obtained by coating a transparent or semitransparent substrate (e.g.. glass or 
plastics) with a coating composition containing such composite particles and resin molded articles formed of a resin 
composition containing such composite particles are useful as a diffuser applicable to those members which require 
light diffusion, such as covers of general lights, emergency lights, guiding lights, indicator lights, etc.; display plates or 
panels; light transmitting covers; signs or markers and screens for image projection; and diffusers for back-lighting liquid 

30 crystal displays (LCD). Of the coating compositions containing such composite particles, those for printing ink are espe- 
cially useful for offset printing because the composite particles effectively serve as a matting agent. Further, diffusers 
containing the composite particles and thereby showing improved transparency to visible light and improved visible light 
diffusion are effective for size or thickness reduction of such equipment as LCD or lights. 

The coating composition containing the above-mentioned composite particles preferably comprises the composite 

35 particles of the invention, a binder component capable of forming a transparent or semitransparent continuous phase, 
and a solvent capable of dispersing and/or dissolving the binder component having dispersed therein the composite 
particles. The amount of the composite fine particles is, for example, 0.1 to 80% by weight, preferably 0.5 to 50% by 
weight, based on the total solids content of the composite fine particles and the binder component. 

The coated article obtained by using the above-mentioned composite particles comprises a substrate and a coat- 

40 ing film formed on the surface of the substrate. The substrate is, for example, at least one of a resin molded article, 
glass, and paper. The resin molded article is, for example, at least one of a plate, a sheet, a film, and fiber. The substrate 
is preferably transparent and/or semitransparent and includes synthetic resins, such as (meth)acrylic resins, polycar- 
bonate resins, polyester resins, polyimide resins, vinyl chloride resins, polystyrene resins, and polyolefin resins; and 
glass. The coating film comprises the composite particles of the invention and the binder component forming a trans- 

45 parent or semitransparent continuous phase in which the composite particles are dispersed. The amount of the com- 
posite particles is, for example, 0.1 to 80% by weight, preferably 0.5 to 50% by weight, based on the total solids content 
of the composite particles and the binder component. 

If the amount of the composite particles exceeds the above range, the coating film has insufficient adhesion to the 
substrate and poor scratch resistance or abrasion resistance. If it is lower than that range, the effects of adding the corn- 
so posrte particles are insufficient. 

The above-described coating composition contains the composite particles and the binder component in a total sol- 
ids content of 1 to 80% by weight and 10 to 99% by weight of a solvent, both based on the total weight of the composi- 
tion. The balance of the composition comprises additives added according to necessity, such as pigments. 

Where the composite particles have an outer shell made by agglomeration of the zinc oxide-based fine particles, 

55 light scattering also takes place at the interface between the outer shell and the inside, to thereby provide a coating film 
and a coated article with excellent light diffusing properties. Where the polymer also exists in the outer shell and the 
composite particles are hollow, these characteristics are further enhanced. 

The resin composition containing the composite particles contains the composite particles of the invention and a 
resin capable of forming a transparent or semitransparent continuous phase. The amount of the composite fine parti- 
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poata fin. parfolea and the .asin ataWescribad ras* oonpoaition i Ho a snap. 

Where the composite partcles have an outer shell made tgr W™ * d ^ resulting resin mo | ded 

containing the above-described composite particles have: 

(1 ) light dmuang properties and tight transmitting propertes which owe to the composite partic.es and are control- 
led according to the end use, 

(2) UV screening properties, 

(3) high dispersibility in cosmetic compositions, and 

(4) antimicrobial and antifungal (antibacterial) actions. 
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(4) having ultraviolet absorbing and scattering power, 

(5) being a light semiconductor, and 

(6) having antimicrobial and antifungal actions. 

soo. »a ino^anc confound pa* an M«. as P™»£*££™£ S.SSSSL'S 
particularly limited, and conventionally known structures and methods are used. 
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Example 32. 

Fig. 6 is a scanning electron micrograph of fine particles in the powder obtained in Example 33. 

Fig. 7 shows spectral transmission curves of the coated article obtained in Example 39. 

Fig. 8 shows spectral transmission curves of the coated article obtained in Comparative Example 12. 

Fig. 9 shows spectral transmission curves of a coated article. 

Fig. 10 shows X-ray diffraction patterns of powders. 

Fig. 1 1 shows X-ray diffraction patterns of powders. 

Fig. 12 shows spectral transmission curves of a coated article. 

Best Mode for Carr ying out the Invention 

The present invention will now be illustrated in greater detail by way of Examples, but the invention should not be 
construed as being limited thereto. 

For each dispersion of zinc oxide-based fine particles obtained, various physical properties such as the crystalline 
properties of the fine particles, the shape of the particles, the primary particle size, the state of dispersion or agglomer- 
ation, the concentration of the fine particles, the compositions, and the like were analyzed and evaluated according to 
the following methods. When the dispersion obtained in Examples should be powdered prior to the analysis and evalu- 
ation, it was powdered in accordance with the following method, and the resulting powder sample was subjected to 
measurement. 

The fine particles obtained in Examples in powder form were subjected to all analyses as they were. 

(Preparation of Powder Sample) 

The fine particles of a dispersion were separated by centrifugation and dried at 80°C in vacuo to completely drive 
out the volatile matter to obtain powder of the fine particles. 

(Crystalline Properties) 

Evaluated through powder X-ray diffractometry. 

(Particle Shape) 

Observed through a scanning electron microscope or a transmission electron microscope at a magnification of 
10,000. 



The particle diameters of arbitrarily selected 100 particles on a scanning electron micrograph or a transmission 
electron micrograph of 1 0,000 magnifications were measured to obtain an average particle size according to the follow- 
ing equation. In the case of using a scanning electron microscope, a noble metal alloy is deposited on the particles by 
vacuum evaporation prior to the measurement. Because the measured particle size is increased by the thickness of the 
deposit as compared with that obtained through a transmission electron microscope, the measured value was corrected 
accordingly. 

Average particle size 

d: number average particle size 
Di: particle size of individual particles 
n: number of particles 

(State of Dispersion or Agglomeration) 

Evaluated by means of an optical microscope and a centrifugal precipitation type particle size distribution measur- 
ing apparatus and graded as follows: 

A: Primary particles are dispersed. 

B: Primary particles are partly agglomerated. 

C: Primary particles are agglomerated. 



(Particle Size) 
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(ConcentrationofParticlesinDispersion) 
5 dispersion. 

^rrni— ---------- — — 

10 and gas chromatography. 

(Composition of Particles) Mmn ip 

(Coefficient of Particle Size Variation) Sunder 

CV-IOOff^tt,, 

25 cv coefficient of variation of particle size 

• standard deviation of particle s.ze d.str.but.on 

d"" 1 ' nurrtoer average particle size 
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i . ma jor axis of individual particles 
r.'- minor axis of individual particles 

UB ratio of 1 .2 to 5.0 were judged to be ell.pso.dal. 
fSize and Shape of Zinc Oxide Fine Particles) 

tron micrograph. 
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(Composition of Fine Particles (Zinc Oxide Concentration)) 

A powdered sample was calcined in air at 600°C for 2 hours, and the weight ratio of the resultant ash, taken as zinc 
oxide, was obtained. 

5 

(Optical Characteristics of Fine Particles-Containing Film, etc.) 

A transmission at 800 to 200 nm was measured with an autographic spectrophotometer (UV-3100, manufactured 
by Shimadzu Corporation) to obtain a (total) transmission in the visible region, UV screening power, etc. as spectral 
io characteristics. 

The total transmission and a haze were measured with a turbidimeter (NDH-1001 DP, manufactured by Nihon Den- 
shoku Kogyo K.K.). 

(Specific Surface Area and Pore Size Distribution of Fine Particles) 

15 

Using a powdered sample, a BET specific surface area, a pore size distribution, etc. were measured by means of 
a full-automatic gas adsorption measuring apparatus (AUTOSORB-6, manufactured by Yuasa-lonics). 

(Size and Shape of Thin Crystal Grains) 

20 

Observed under a scanning electron microscope or a transmission electron microscope at a magnification of 
10,000 to 100.000. 

The micrograph on the section was taken of an ultrathin section of resin-embedded fine particles under a transmis- 
sion electron microscope. 

25 

(State of Dispersion or Agglomeration) 

Evaluated by means of an optical microscope and a centrifugal precipitation type particle size distribution measur- 
ing apparatus and graded as follows: 

30 

A: Fine particles are dispersed without being agglomerated. 
B: Fine particles are partly agglomerated. 
C: Fine particles are agglomerated. 

35 The weight average particle size dw of the fine particles in a dispersion was measured with a centrifugal precipita- 
tion type particle size distribution measuring apparatus. 

(Optical Characteristics of Fine Particles (Heat Ray-Cutting Performance, etc.)) 

40 A dispersion of fine particles as obtained by reaction was concentrated to obtain a concentrated dispersion having- 
a particle concentration of 10% by weight. The concentrated dispersion was applied to a 2 mm thick glass plate by 
means of a bar coater with the coating weight being varied from 1 to 1 0 g/m 2 in terms of the fine particles, and dried at 
80°C in a nitrogen atmosphere to form a dry film. The spectral characteristics of each dry film were measured at a wave- 
length of 2200 to 200 nm with an autographic spectrophotometer (UV-3100, manufactured by Shimadzu Corporation). 

45 The spectral curve obtained for the film having a coating weight of 3 g/m 2 in terms of the fine particles was examined 
to evaluate the performances based on the following standards. 
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Standard 



Grade 



10 



15 



20 



25 



30 



35 



UV cutting power: 

Transmission at 350 run: <1% A 

1 to 10% B 

>10% C 

Heat ray cutting power: 

Cut* at 2 jim: >40% +++ 

20 to 40% ++ 

<20% + 
* Cut of heat rays = 

[transmission (%) of substrate at 2 [im] - 
[transmission (%) of coated article at 2 \xm] 
Visible light transmission: 

Transmission at 600 run: >80% +++ 

70 to 80% ++ 

60 to 70% + 
<60% 



40 



45 



For reference, the transmissions of the glass substrate plate used were as follows. 



Wavelength: 


350 nm 


600 nm 


2 p.m 


Transmission (%): 


86 


91 


91 



(Optical Characteristics of Coated Article) 

so Spectral characteristics of coated articles were evaluated by measuring the transmission at various wavelengths 
from 2200 to 200 nm with an autographic spectrophotometer (UV-3100, manufactured by Shimadzu Corporation). 
Based on the results of measurement, the performances were evaluated as follows. 

Heat ray cut = [transmission (%) of substrate at 2 nm] - [transmission (%) of coated article at 2 urn] 
55 * UV cutting power was evaluated in terms of transmission at 350 nm. 

* A total transmission and a haze were measured with a turbidimeter (NDH-1001 DP, manufactured by Nihon Den- 
shoku Kogyo K.K.). 
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(Electrical Conductivity of Fine Particles) 

A powdered sample measuring 0.1 ml was sandwiched in between a 1.5 cm-square Pyrex glass plate having a 
comb type electrode formed thereon by vacuum evaporation of gold and a 1.5 cm-square Pyrex glass plate having no 
5 deposit. After the test piece was allowed to stand for 1 hour with a given pressure applied thereon at a temperature of 
20°C and 60% RH under shielding from light, the electric current (dark current) was measured under the above condi- 
tions with Electrometer 617 (manufactured by Kesley Corp.), which was converted to a surface resistivity (CI). 

The conductivity of the sample was evaluated by comparing the thus obtained resistivity with that of commercially 
available zinc oxide (Aenka 1 -Go Tokusei, produced by Sakai Chemical Industry Co., Ltd.) as a reference sample. That 
10 is, evaluation was made based on r value (=resistivity of the reference sample/resistivity of the sample under analysis). 



Range of rvalue 


Grade of Conductivity 


1 xtO" 1 <r<1 x10 1 
1 x10 1 £r<1 xlO 2 
1 x 10 2 ^r < 1 x 10 3 
1 x10 3 ^r 


+ 

++ 
+++ 



EXAMPLE 1 

25 

In a 10 £ glass-made reactor equipped with a stirrer, a dropping opening, a thermometer, and a reflux condenser, 
1 .2 kg of acetic acid was dissolved in a mixed solvent of 2.0 kg of methanol and 2.0 kg of ion-exchanged water, and 
1 .08 kg of zinc acetate dihydrate was added thereto. The mixture was heated up to 60°C while stirring to obtain a uni- 
form zinc-Containing solution (A1). 

30 In a 20 £ glass-made reactor which was equipped with a stirrer, a dropping opening, a thermometer, and an outlet 
for distillate gas and could be heated by an external heating medium, 12 kg of benzyl alcohol was charged, and the 
inner temperature was raised up to 150°C and maintained at that temperature. To the heated benzyl alcohol was added 
dropwise 6.28 kg of the zinc-containing solution (A1) kept at 60°C over a period of 30 minutes by means of a constant 
delivery pump. The temperature of the alcohol-based system varied from 150°C to 138°C. After the dropwise addition, 

35 the inner temperature was elevated to 200°C, and the mixture was maintained at that temperature for 5 hours to obtain 
5.80 kg of a white dispersion (D1). The dispersion (D1) was a dispersion in which crystalline zinc oxide fine particles 
having a primary particle size of 40 to 90 nm were dispersed in a considerably secondarily agglomerated state in a sol- 
vent mainly comprising benzyl alcohol. As a result of a compositional analysis, the dispersion (D1) was found to have 
a zinc oxide fine particle concentration of 7.0 wt% and, as a solvent component, a benzyl alcohol content of 61 .4 wt% 

40 and a benzyl acetate content of 31 .6 wt%. The physical properties of the dispersion (D1) and the zinc oxide fine parti- 
cles in the dispersion (D1) are shown in Table 2 below. 

EXAMPLE 2 

45 In the same glass reactor as used in Example 1 , 0.3 kg of commercially available zinc oxide powder was mixed with 
a mixed solvent of 1 .5 kg of acetic acid and 1 .5 kg of ion-exchanged water, followed by heating to 80°C while stirring to 
prepare a uniform zinc-containing solution (A2). 

In a 20 £ glass-made reactor which was equipped with a stirrer, a dropping opening, a thermometer, and an outlet 
for distillate gas and could be heated by an external heating medium, 12 kg of 2-butoxyethanol was charged, and the 

so inner temperature was raised up to 150°C and maintained at that temperature. To the heated alcohol was added drop- 
wise 3.3 kg of the zinc-containing solution (A2) kept at 80°C over a 30-minute period by means of a constant delivery 
pump. The temperature of the alcohol-based system varied from 150°C to 128°C. After the dropwise addition, the inner 
temperature was increased. When the temperature reached 1 60°C, 0. 1 5 kg of a solution of 0.01 5 kg of lauric acid in 2- 
butoxyethanol was added thereto and mixed. The temperature was further increased to 170°C, at which the mixture 

55 was maintained for 4 hours to obtain 9.9 kg of a milky white dispersion (D2). 

The dispersion (D2) was substantially a monodispersion in which crystalline zinc oxide fine particles having a uni- 
form primary particle size of 20 nm were dispersed. The physical properties of the dispersion (D2) and the zinc oxide 
fine particles in the dispersion (D2) are shown in Table 2 below. 
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EXAMPLE 3 

A dispersion of zinc oxide fine particles was prepared in the same manner as in Example 2, except for altering ihe 
reaction conditions, such as the kind or amount of the raw materials and the additive, as shown in Table IWeJJ 
resulting dispersion was concentrated by evaporating part of the solvent by means of an evaporator urKJerr^uc^ 
oressure at 1 20°C. The concentration was adjusted with 2-butoxyethanol to give a dispersion containing 10 wt% of zinc 
oxide fine particles (D3). The physical properties of the dispersion (D3) and the zinc oxide fine particles in the disper- 
sion are shown in Table 2 below. 



10 



15 



EXAMPLE 4 

A dispersion of zinc oxide fine particles was prepared in the same manner as in Example 2. except for altering the 
reaction conditions, such as the kind or amount of the raw materials and the additives as shown in Table below The 
resulting dispersion was concentrated by evaporating part of the solvent by means of an evaporator at120C under 
reduced pressure. The concentration was adjusted with 2-butoxyethanol to give a dispersion containing 25 wt% of zinc 
oxide fine particles (D4). The physical properties of the dispersion (D4) and the zinc oxide fine particles in the disper- 
sion are shown in Table 2 below. 



20 



EXAMPLE 5 

A dispersion of zinc oxide fine particles (D5) was prepared in the same manner as in Example 2. except for altering 
the reaction conditions, such as the kind or amount of the raw materials, as shown in Table 1 below. The physical prop- 
erties of the dispersion (D5) and the zinc oxide fine particles in the dispersion are shown in Table 2 below. 
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Example No. 


Zinc-Containing Solution 


Alcohol-Cont 
tio 


aining Solu- 
n 


Heating 
Tempera- 
ture (°C) 




Zinc-Con- I 

taining 
Compound 


Carboxyl- 
Containing 
Compound 


Solvent 


Solution 
Tempera- 
ture (°C) 


Alcohol 


Additive 




1 


zinc ace- 
tate dihy- 
drate(1.08) 


acetic acid 
(1.2) 


water (2.0) 

methanol 
(2.0) 


60 | 


benzyl alco- 
hol (12) 




200 ; 


2 


zinc oxide 
(0.3) 


acetic acid 
(1.5) 


water (1 .5) 


80 


2-butox- 
yethanol 
(12) 


lauricacid 
(0.015) 


170 


3 


zinc hydrox- 
ide (0.36) 


acetic acid 
(4.0) 


water (1 .5) 


80 


2-butox- 
yethanol 
(12) 


laurylamine 
(0.033) 


174 


4 


zinc hydrox- 
ide (0.36) 


acetic acid 
(4.0) 


water (1 .5) 


80 


2-butox- 
yethanol 
(12) 


Softanol 
M70 (0.067) 


170 


5 


basic zinc 
carbonate* 1 
(0.020) 

zinc oxide 
(0.285) 


acetic acid 
(1.5) 


water (1 .5) 


80 


2-butox- 
yethanol 
(12) 




174 


The values in 


the parentheses indicate part(s) by weight. 



Note: 

*1 : ZnO content: 74 wt% 
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TABLE 2 



Example No. 


Physical Properties of Fine Particles 


Composition of Dispersion (wt%) 




Crystalline 
Properties 


Particle 
Shape 


Average 
Primary 
Particle 
Size (nm) 


State of 
Dispersion 
or Agglom- 
eration 


Zinc Oxide 
Fine Parti- 
cles 


Alcoholic 
Solvent 


Ester Com- 
pound 


1 


crystal 


granular 


70 


C 


7.0 


61.4 


31.6 


2 


n 


granular 


20 


A 


3.0 


82.0 


14.9 


3 


w 


granular 


30 


B 


10.0 


41.0 


49.0 


4 




granular 


20 


B 


25.0 


40.0 


35.0 


5 


ii 


granular 


15 


A 


4.2 


76.1 


19.7 



20 

EXAMPLE 6 

The dispersion (D2) obtained in Example 2 was concentrated in the same manner as in Example 3 to obtain a con- 
centrated dispersion (D6) having a zinc oxide concentration of 20 wt%. The dispersion (D6) was diluted with methanol 
25 to obtain a slurry (S6) having a zinc oxide concentration of 10 wt%. The slurry (S6) was powdered by use of a vacuum 
flash evaporator. 

The vacuum flash evaporator herein used had a jacketed stainless steel long pipe of 8 mm in inner diameter and 9 
m in length. The long pipe was heated to 200°C by circulating pressurized steam through the jacket. The slurry (S6) 
was continuously fed from one end of the long pipe (feed opening) at a flow rate of 10 kg/hr by a constant delivery pump. 
30 The other end of the long pipe was maintained at a reduced pressure of 50 Torr and connected to a bag filter where 
powder was separated from the solvent. The powder (P6) of the zinc oxide fine particles thus separated was collected 
in a powder collecting chamber also kept at 50 Torr. 

The resulting powder (P6) was easily dispersible in its primary particle state in organic solvents, such as aromatic 
hydrocarbons (e.g., toluene), ketones (e.g., methyl ethyl ketone), esters (e.g., butyl acetate), and alcohols (e.g., meth- 
35 anol and isopropyl alcohol). 

COMPARATIVE EXAMPLE 1 

A zinc-containing solution (A1) was prepared in the same manner as in Example 1 . The solution containing a zinc 
40 oxide precursor was added dropwise to a solvent in the same manner as in Example 1 , except for replacing benzyl alco- 
hol as a solvent by o-xylene. The resulting mixture was kept at 140°C for 2 hours to obtain a suspension. X-Ray diffrac- 
tometry of the suspension revealed that the fine particles contained were not zinc oxide fine particles. 

COMPARATIVE EXAMPLE 2 

45 

A zinc-containing solution (A2) was prepared in the same manner as in Example 2. The solution containing a zinc 
oxide precursor was added dropwise to a heated solvent in the same manner as in Example 2, except for replacing 2- 
butoxyethanol as a solvent by ethylene glycol n-butyl ether acetate. The resulting mixture was kept at 1 70°C for 2 hours 
to obtain a suspension. X-Ray diffractometry of the suspension revealed that the fine particles contained were not zinc 
so oxide fine particles. 

EXAMPLE; 9 

The dispersion (D2) obtained in Example 2 was concentrated in the same manner as in Example 3. and the con- 
55 centration was adjusted with toluene to give a dispersion (D2-2) containing zinc oxide fine particles in a concentration 
of 10 wt%. The dispersion (D2-2) was formulated into a coating composition according to the following formulation: 
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Formulation of Coating Composition 



70 



75 



20 



25 



Dispersion (D2-2) 

Alloset 5247 (produced by Nippon Shokubai Kagaku Kogyo Co., Ud.; solid content: 45 wt%) 
Toluene . 



100 parts by weight 
200 parts by weight 
100 parts by weight 



-me coating composition was applied to each of a glass plate, a polyester film and an acrylic res,n P^te bymeare 
of a bar coater and dried to form a coating film. On every substrate, the coating film screened out itt.no 
Svely while having excellent visible light transmitting properties. In Table 3 below are shown the spectral transm,ss.on 
of the glass plate having the coating film (thickness: 1 1 urn). 

COMPARAT IVE EXAMPLE 3 

A coating composition containing 10 wt% of zinc oxide was prepared in the same manner as in Reference ^Example 
1 except for using** oxide fine particles obtained by a French process (average primary partcle s.ze: a04 pm) .n 
piaTe of the dispersion (D2) as used in Example 8. and applied to a glass plate in the same manner to form a coatng 
fay er having a Xckness of 0 ^m. The coating f ilm had lower transparency and a lower UV cutting raho than the coatng 
!l cSS Tin Reference Example 1 . The spectra, transmission of the glass plate having the coat-ng f..m are shown ,n 
Table 3. 

TABLE 3 





Visible Light Transmis- 


UV Transmission (360 




sion (500 nm) 


nm) 


Coated glass plate obtained in Example 8 


80 


2 


Coated glass plate obtained in Comparative Example 3 


73 


10 


Glass plate 


90 


86 



30 



35 



EXAMPLE 9 

40 A dispersion (D2-2) was obtained in the same manner as in Example 8 and was formulated into a coating compo- 
sition according to the following formulation: 

Formulation of Co ating Composition 



45 



50 



Dispersion (D2-2) 

Silica sol (OSCAL 1432, produced by Shokubai Kasei Kbgyo Co., Ltd.) 
Isopropyl alcohol 



100 parts by weight 
120 parts by weight 
100 parts by weight 



The coating composition was applied to a glass plate by means of * bar coater and dri^ 
55 coating film was a scratch-resistant film having excellent visible light transmrttng propert.es and yet UV absorbmg prop- 
erties. 
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EXAMPLE 10 



Ten parts by weight of the powder (P6) obtained in Example 6 and 500 parts by weight of polycarbonate resin pel- 
lets were mixed and melt-kneaded to obtain a molten mixture having uniformly dispersed therein 2 wt% of zinc oxide 
fine particles. Subsequently the mixture was extruded into a polycarbonate plate (A) having a thickness of 2 mm. The 
polycarbonate plate (A) effectively cut ultraviolet rays while having excellent visible light transmitting properties. 



The dispersion (D2) obtained in Example 2 was subjected to centrifugation to remove the solvent. The resultant 
zinc oxide fine particles containing a slight amount of a residual solvent component were dispersed in methyl methacr- 
ylate (hereinafter abbreviated as MMA), and the dispersion was again centrifuged. The above operation was repeated 
several times to finally obtain 50 parts by weight of an MMA dispersion containing 20 wt% of the zinc oxide fine parti- 
cles. 

To 50 parts by weight of the MMA dispersion was added 0.4 part by weight of a polymerization initiator V-65, and 
the dispersion was added to 200 parts by weight of a 5 wt% aqueous solution of Poval (PVA 205, produced by Kuraray 
Co., Ltd.), followed by stirring for 5 minutes. The mixture was further dispersed in a disperser to prepare a suspension 
containing the zinc oxide fine particles in MMA as a dispersing medium. 

The suspension was put in a glass container equipped with a stirrer, a reflux condenser and a thermometer and 
kept at 70°C for 30 minutes with stirring. The temperature was gradually raised, and the system was maintained at 95°C 
or higher for 3 hours to cause MMA to polymerize to obtain an aqueous suspension of particles of polymethyl methacr- 
ylate (hereinafter abbreviated as PMM A) containing the zinc oxide fine particles. The suspension was centrifuged, and 
the solid was washed with water. After repeating the centrifugation and washing several times, the particles were dried 
at 60°C to obtain PMMA particles containing the zinc oxide fine particles. As a result of analysis, the PMMA particles 
were found to be composite particles having a particle size of 10 to 70 uin and a zinc oxide content of 18 wt% in which 
the zinc oxide fine particles were uniformly dispersed in PMMA. The PMMA particles effectively cut ultraviolet rays and 
are useful as, for example, a filler for cosmetics. 



Ten parts by weight of the powder (P6) obtained in Example 6 and 100 parts by weight of polyester resin pellets 
were mixed and melt-kneaded to obtain a polyester composition having uniformly dispersed therein 5 wt% of zinc oxide 
fine particles. The composition was extruded into a sheet, and the extruded sheet was stretched to obtain a polyester 
film having a thickness of 50 urn. The film was a substantially transparent film in which the zinc oxide fine particles were 
uniformly and highly dispersed and which cut ultraviolet rays effectively. 

In the same manner, a polyester composition containing 5 wt% of the zinc oxide fine particles was prepared and 
melt-spun to obtain polyester fiber. The resulting ftoer had uniformly and highly dispersed therein the zinc oxide fine par- 
ticles and cut ultraviolet rays effectively. 



The dispersion (D5) obtained in Example 5 was subjected to centrifugation to remove the solvent. The resultant 
zinc oxide fine particles containing a slight amount of a residual solvent component were dispersed in ion-exchanged 
water, followed by centrifugation again. The above operation was repeated several times, and the finally obtained zinc 
oxide fine particles were dispersed in ion-exchanged water to give 50 parts by weight of an aqueous dispersion (D5-2) 
containing 20 wt% of the zinc oxide fine particles. 

The aqueous dispersion (D5-2) was mixed with an acrylic resin emulsion (Acryset® ES-285E, produced by Nippon 
Shokubai Co., Ltd.) as a binder resin to prepare a coating composition. Polyester fiber was soaked in the coating com- 
position and dried to obtain polyester fiber having the zinc oxide fine particles at an add-on of 0.5 g/m 2 . The resulting 
fiber exhibited improved light resistance. 



In a glass reactor equipped with a stirrer, a dropping opening, a thermometer, and a reflux condenser, 0.3 kg of 
commercially available zinc oxide powder was mixed with a mixed solvent of 1 .5 kg of acetic acid and 1 .5 kg of ion- 
exchanged water, followed by heating to 80°C while stirring to dissolve the zinc oxide in the mixed solvent to obtain a 
uniform zinc-containing solution. 

In a 20 1 glass-made reactor which was equipped with a stirrer, a dropping opening, a thermometer, and an outlet 
for distillate gas and could be heated by an external heating medium, 12 kg of 2-butoxyethanol was charged, and the 



EXAMPLE 1 1 



EXAMPLE 12 



EXAMPLE 13 



EXAMPUE 14 
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inner temperature was raised up to 154°C and maintained at that temperature. To the heated alcohol was added drop- 
wise 3.3 kg of the zinc-containing solution kept at 80°C over a 30-minute period by means of a constant delivery pump. 
With the dropwise addition, the temperature of the alcohol-based system decreased from 154°C to 134°C. After the 
dropwise addition, the inner temperature was increased. When the temperature reached 167°C, 1 .5 kg of a solution of 
53 g of a methyl methacrylate-acrylic acid copolymer (methyl methacrylate/acrylic acid = 9/1 by weight; weight average 
molecular weight: 7,500) in 2-butoxyethanol was added thereto and mixed. The temperature was further increased to 
1 70°C, at which the mixture was maintained for 2 hours to obtain 10.65 kg of a dispersion of fine particles. 

The fine particles were removed from the dispersing medium by centrifugation, washed with isopropyl alcohol, and 
dried in vacuo (1 0 Torr) at 50°C for 24 hours to obtain powder P1 4 of the fine particles. 

The powder P1 had a number average particle size of 2.0 \i as measured from its scanning electron micrograph. 
Observation under a transmission electron microscope revealed that the powder P14 had a double layer structure in 
which zinc oxide fine particles having a particle size of 8 to 30 nm (number average particle size: 20 nm) were localized 
in the outer shell. The powder P14 was broken, and the broken particles were observed under a scanning electron 
microscope to find the fine particles hollow. The ZnO content in the powder P14 was found to be 87.7 wt%. The zinc 
oxide fine particles were confirmed to be ZnO crystals through X-ray diffractometry. The elementary analysis, FT-IR, 
etc. provided confirmation that the powder P14 contained the methyl methacrylate-acrylic acid copolymer. It was con- 
firmed from all these results that the powder PI 4 was zinc oxide-polymer composite fine particles. 

The cross section of the fine particles obtained with a transmission electron microscope is shown in Fig. 1 , and the 
transmission electron micrograph of the ZnO ultrafine particles present in the outer shell is shown in Fig. 2. The small 
black dots in Fig. 1 indicate zinc oxide fine particles, ft is seen that a great number of the small black dots gather to form 
the outer shell of the lumpy composite fine particles. In Fig. 2, the line at the bottom right-hand corner of the picture is 
20 nm long from end to end. In Fig. 2, the images of gray to black are zinc oxide fine particles. It is seen that a number 
of the zinc oxide fine particles are agglomerated. 

The powder P1 4 was evaluated for gas adsorbing properties (deodorizing performance). The powder P1 4 weighing 
1 g was put in a Tedlar bag, 3 i of air was introduced therein, and the bag was sealed. Then, trimethylamine was put in 
the bag. and the bag was allowed to stand at room temperature. The change in trimethylamine concentration in the bag 
was measured with time. The same test was carried out on methylmercaptan and propionic acid. The results obtained 
are shown below {gas concentration after a prescribed time period was relatively expressed taking the initial gas con- 
centration as 100). 





10 min 


1 hr 


3 hrs 


Trimethylamine 


57 


45 


39 


Methylmercaptan 


52 


25 


18 


Propionic acid 


100 


59 


14 



EXAMPLES 15 TO 18 

Dispersions of zinc oxide-polymer composite fine particles were prepared in the same manner as in Example 14, 
except for replacing the methyl methacrylate-acrylic acid copolymer with the polymer shown in Table 4 below and alter- 
ing the reaction conditions as shown in Table 4. Powders P15 to P1 8 of the composite fine particles were obtained from 
the resulting dispersions in the same manner as in Example 14. The physical properties of the polymers P1 to P5 are 
shown in Table 5 below. 
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TABLE 5 



Example No. 


Powder 
Sample 


Zinc Oxide-Polymer Composite Fine Pi 


articles 








Shape 


Number 
Average 
Particle 
Size (urn) 


Coefficient 
of Size Vari- 
ation (%) 


Inside Struc- 
ture 


Zinc Oxide 
Content 
(wet%) 


Number 
Average 
Particle 
Size of ZnO 
Particles 
(nm) 


14 


P14 


spherical 


2.0 


18 


double layer 
structure 
(ZnO local- 
ized in outer 
shell) 


87.8 


20 


15 


P15 


spherical 


1.4 


4 


double layer 
structure 
(ZnO local- 
ized in outer 
shell) 


76.5 


15 


16 


P16 


spherical 


5.1 


8 


double layer 
structure 
(ZnO local- 
ized in outer 
shell) 


85.7 


150 


17 


P17 


nearly 
spherical 
(ellipsoidal) 


2.0 


22 


homogene- 
ous structure 
(ZnO dis- 
persed uni- 
formly) 


93.0 


80 


18 


P18 


spherical 


0.45 


14 


double layer 
structure 
(ZnO local- 
ized in outer 
! shell) 


69.2 


10 

















10 



15 



20 



25 



30 



35 



40 



FXAMPLES19TO21 

Coating compositions (1) to (3) having the following formulation were prepared by using the powder P14 obtained 
in Example 14. 



50 




Coating Composition (1) 
(Example 19) 


Coating Composition (2) 
(Example 20) 


Coating Composition (3) 
(Example 21) 




Formulation (part by weight): 








55 


Powder P14 

Acrylic resin polymer solution* 
Toluene 


10 
200 
250 


20 
178 

,222 


30 
156 
194 



*: AHoset 5247, produced by Nippon Shokubai Co., Ltd.; solid content: 45 wt%. 
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Each of the coating compositions (1 ) to (3) was applied to a glass plate and dried to obtain coated articles (1 ) to (3) 
having formed thereon a coating film whose thickness is shown below. The optical properties of the coated articles (1) 
to (3) are also shown below. 





Coated Article 


Film Thickness (jim) 


Total Transmission (%) 


Haze (%) 


Example 19 


(1) 


21 


87 


74 


Example 20 


(2) 


19 


78 


86 


Example 21 


(3) 


18 


70 


90 


Glass plate 




none 


91 


0.3 



15 

As is shown above, the coated articles of the invention have a greatly increased haze, which is indicative of light 
diffusion properties, over that of the glass plate substrate, while the total transmission of the coated articles is almost 
equal to or at least about 75% of that of the glass plate. 

20 COMPARATIVE EXAMPLES 4 AND 5 

Comparative coating compositions (1) and (2) were prepared in the same manner as in Example 19, except for 
replacing the powder P14 with ultrafine particles of ZnO having an average particle size of 0.02 (Comparative 
Example 4) or zinc oxide fine particles obtained by a French process (Aenka 1 -Go Tokusei, a product of Sakai Chemical 
25 Industry Co. , Ltd.). The coating compositions (1 ) and (2) were each applied to a glass plate and dried to obtain compar- 
ative coated articles (1) and (2), respectively, in the same manner as in Example 19. The optical properties of the com- 
parative coated articles (1) and (2) are shown in the following table. 



30 




Comparative Coated 
Article 


Film Thickness (ujti) 


Total Transmission (%) 


Haze (%) 




Comparative Example 4 


(1) 


25 


89 


60 


IK 


Comparative Example 5 


(2) 


25 


71 


78 



Comparing Examples 19 to 21 with Comparative Examples 4 to 5, it is apparent that the compositions containing 
the specific composite fine particles of the invention exhibit excellent light diffusion (diffuse transmission = 
40 total transmission x haze) while having a high percent transmission (total transmission) and that such excellent light 
diffusion properties are manifested even through the amount of the composite fine particles in the composition is small. 

EXAMPLES 22 AND 23 

45 A coating composition (4) was prepared by using the powder P1 4 obtained in Example 14 according to the follow- 
ing formulation. 

Formulation of Coating Composition (4): 



50 





Powder PI 


10 parts by weight 


55 


Acrylic resin polymer solution (Alloset 5247, produced by Nippon Shokubai Co., Ltd.; solid 
content: 45 wt%) 


200 parts by weight 




Toluene 


250 parts by weight 



The coating composition was applied to a polyester film or a methacrylic resin plate and dried to obtain a coated 
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article (4) or (5). respectively. The optical properties of the resulting coated articles are shown in the following table. 





Coated Article 


Rim Thickness (urn) 


Total Transmission 
(%) 


Haze (%) 


UV-Screening Power 


Example 22 
Example 23 


(4) 
(5) 


5 
33 


88 
86 


20 
77 


exhibited 
exhibited 



10 



EXAMPLE 2A 

lets wTe^^r^ 6 H°J^ er P J 7 ° btained EX3mple 1 7 and 998 parts * wei 9 ht * P°> /carbonate resin pel- 
w I^L 1 melt-kneaded to obtain a molten composition having uniformly dispersed therein 0.2 wt% of the 

l?H h h, H ° mV ^ n W9S "* Uded int ° 3 P ' ate having 3 thickness oi 5 0 mm - ™e polycarbonate 
plate had highly dispersed therern the composite fine particles and exhibited excellent visible light transmTssL having 
a total transm.ss.on of 85% or more, and excellent ultraviolet screening effects. ss.on.nav.ng 

EXAMPLE 25 

no. Jri^ 6 V. ? ° f ^ 6 ^ P 1 4 ^ in ^ inE ^'e14and 475 parte by weight of methacryfic resin 
f int^l^H to obtain a molten composition having uniformly dispersed therein 5 wt% of the 

h M ^ • COmp °! ,t, 1 0n Was • rtruded int0 a sheet ^ving a thickness of 2 mm. The resulting methacrylic resin 
tZ h « 9 y d, ^ rsed there,n the f in * Particles and exhibited high visible light transmitting properties and excellent 
Sects P 9 3 ^ tranSmission 01 830/0 and a haze of 86%- and excellent ultraviolet sSSlfng 

30 COMPARATIVE EXAMPLF fi 

FvamnlT ^ ^acry'ic resin sheet containing 5 wt% of fine particles was obtained in the same manner as in 

fof , r€ ? aC,n9 th6 PU With 25 Darte b * wei 9 w 01 zi ™ o«de fine particles obtained by a 

French process (Aenka 1-Go. a product of Sakai Chemical Industry Co.. Ltd.). The resulting sheet contained the fine 
particles ,n a secondarily agglomerated and non-uniform state and was white turbid. lacWng tranSparSS 

EXAMPLE 26 



15 



20 



25 



35 



40 



Two parts by weight of the powder P15 obtained in Example 25 and 98 parts by weight of polyester resin pellets 

ZlZTr^rT'^** 3 P0 ' yeSter com P° sition ^g uniformly disced therein^ wr% of he conJ 

posrte fine particles. The composmon was extruded into a sheet, and the extruded sheet was stretched to obtain apol- 

SUP r -^r^ ° f 40 ^ fi ' m had UnHbrm, y and h^y dispersed therein the fine paScSTnd wl 
excellent in visible light transmission, light diffusion, and ultraviolet screening. 

45 COMPARATIVE EXAMPLE 7 

n l hiCk P °*I yeSte !' ,Um t ^ maining 2 wt% of 2inc oxide f ine Pa^' 65 w as obtained in the same manner as in 
Example 26. except for replacing the powder P14 obtained in Example 14 with zinc oxide fine particles obtained by a 

SEtaTES 1 1* 8 "2" * Sak3i ChemiCa ' ' ndUStry ^ ^ ^ reSU,tin 9 rained TeS par 

trar^rency Y a " ,0merated *"*• and therefore h ad a poor UV screening effect and was white turbid, lacking 

piJl!^ ° f th ! fi ' mS °f in Examp,S 26 and ^^a^e Example 7 was observed under a transmission 
SSS^SST.^ f » Surtaceo,thefi,mrtEx ample 26 was found covered vvith uniform and fine projec- 
h T 06 °^' ne P 3 ™ 68, Wh6reas 1,16 8u,faoe 01 1,16 f flm of Comparative Example 7 was found to 
have poor quality due to non-unrform projections, including coarse projections resulting from agglomeration of fine par- 



SO 
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EXAMPLE 27 



A polyester composition containing 2 wt% of powder P4 was prepared in the same manner as in Example 26 
except for replacing the powder 15 as used in Example 26 with powder P1 7 obtained in Example 17. The resulting pol- 
5 yester composition was melt-spun to obtain polyester fiber. The fiber had uniformly and highly dispersed therein the fine 
particles and exhibited transparency and an excellent UV screening effect. 

COMPARATIVE EXAMPLE 8 

w Polyester fiber containing zinc oxide fine particles was obtained in the same manner as in Example 27 except for 
replacing the powder P17 with zinc oxide fine particles obtained by a French process (Aenka 1-Go, a product of Sakai 
Chemical Industry Co., Ltd.). The resulting fiber contained the fine particles in a secondarily agglomerated state and 
therefore had a low UV screening effect and was white turbid, lacking transparency. 

75 EXAMPLE 28 

The dispersion obtained in Example 17 was subjected to centrifugation to remove the solvent. The resultant com- 
posite fine particles containing a slight amount of the residual solvent component were dispersed in ion-exchanged 
water, followed by centrifugation again. The above operation was repeated several times, and the finally obtained par- 
20 tides were dispersed in ion-exchanged water to give 50 parts by weight of an aqueous dispersion containing 20 wt% of 
the fine particles. 

Fifty parts by weight of the aqueous dispersion were mixed with 20 parts by weight of an acrylic resin emulsion 
(Acryset® ES-285E, produced by Nippon Shokubai Co., Ltd.; solids content: 50 wt%) as a binder to prepare a coating 
composition. Polyester fiber was soaked in the coating composition and dried to obtain polyester fiber having the fine 
25 particles at an add-on of 7.0 g/m 2 . The resulting fiber exhibited excellent transparency and effectively cut ultraviolet 
light. 

COMPARATIVE EXAMPLE Q 

30 Ten parts by weight of zinc oxide fine particles obtained by a French process (Aenka 1-Go, a product of Sakai 
Chemical Industry Co., Ltd.) were mixed with 40 parts by weight of ion-exchanged water and dispersed by means of an 
ultrasonic homogenizer to give 50 parts by weight of an aqueous dispersion containing 20 wt% of the fine particles. Pol- 
yester fiber having an add-on of 6.8 g/m 2 of the fine particles was obtained by using the resulting aqueous dispersion 
in the same manner as in Example 28. The resulting fiber exhibited a UV-screening effect but was white turbid. 



A cosmetic (O/W type cream) containing the powder P17 obtained in Example 17 was prepared according to the 
following formulation. 



35 



EXAMPLE 29 
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Formulation: 



5 


Aqueous Phase: 




(a) Powder P4 


6 parts by weight 




(b) Propylene glycol 


5 parts by weight 


1U 


(c) Glycerin 


10 parts by weight 




(d) Potassium hydroxide 


0.2 part by weight 




(e) Ion-exchanged water 


45 parts by weight 




Oily Phase: 


15 


(f) Cetanol 


5 parts by weight 




(g) Liquid paraffin 


5 parts by weight 




(h) Stearic acid 


3 parts by weight 


20 


(i) Isostearyl myristate 


2 parts by weight 




G) Glycerol monostearate 


2 parts by weight 



25 The components (a) to (e) were mixed by stirring to prepare an aqueous phase, which was kept at 80°C. The com- 
ponents (f) to 0) were mixed uniformly to prepare an oily phase, which was kept at 80°C. The oily phase was added to 
the aqueous phase, followed by stirring. The mixture was emulsified by means of a homomixer, followed by cooling to 
room temperature to obtain cream. The resulting cream was clear and yet had a UV screening effect. 

30 EXAMPLE 30 

Cream was prepared in the same manner as in Example 29, except for replacing the powder P1 7 with the powder 
P14 obtained in Example 1. 

The resulting cream had an excellent UV screening effect. 

35 

COMPARATIVE EXAMPLE 10 

Cream was prepared in the same manner as in Example 29, except for replacing the powder P14 obtained in 
Example 17 with zinc oxide fine particles obtained by a French process (Aenka 1-Go, a product of Sakai Chemical 
40 Industry Co., Ltd.). 

In the resulting cream the fine particles were dispersed poorly. Therefore, the cream had a rough feel and poor 
spreadability. Besides, it was nontransparent due to high whiteness. 

EXAMPLE 31 

45 

The powder P15 obtained in Example 15 was mixed with ion-exchanged water to prepare an aqueous dispersion 
containing 10 wt% of the fine particles. 

Separately, filter paper for quantitative determination (No. 5C, a product of Toyo Roshi K.K.) was beaten in a Nia- 
gara type beater into pulp having a C.S. freeness of 400 cc. The above prepared aqueous dispersion was added to the 
so pulp to give a fine particle to pulp weight ratio of 1 wt%. The resulting pulp slurry was diluted to a solids content of 0.1 
wt%, dehydrated in a TAPPI sheeting machine, and pressed to obtain a web having a basis weight of 75 g/m 2 , which 
was then dried in a rotary drier at 100°C to obtain paper containing 1 wt% of the fine particles. The resulting paper 
showed a satisfactory particle dispersed state and therefore exhibited excellent UV screening properties and had high 
surface flatness. 

55 

COMPARATIVE EXAMPLE 1 1 

Paper was prepared in the same manner as in Example 31 , except for replacing the powder P1 5 obtained in Exam- 
ple 15 with zinc oxide fine particles obtained by a French process (Aenka 1-Go, a product of Sakai Chemical Industry :• 
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Co., Ltd.). The resulting paper contained the fine particles in secondarily agglomerated state and therefore had a poor 
UV screening effect. Further, the paper had poor surface conditions with coarse projections due to the agglomerated 
particles. 



5 EXAMPLE 32 



In a glass-made reactor equipped with a stirrer, a dropping opening, a thermometer, and a reflux condenser, 0.3 kg 
of commercially available zinc oxide powder was mixed with a mixed solvent of 1.5 kg of acetic acid and 1 .5 kg of ion- 
exchanged water. The mixture was heated up to 80°C while stirring to prepare a uniform zinc-containing solution (A32) 
10 comprising zinc oxide dissolved in the mixed solvent. 

In a 20 1 glass-made reactor which was equipped with a stirrer, a dropping opening, a thermometer, and an outlet 
for distillate gas and could be heated by an external heating medium, 12 kg of 2-butoxyethanol was charged, and the 
inner temperature was raised up to 154°C and maintained at that temperature. To the heated alcohol was added drop- 
wise 3.3 kg of the zinc-containing solution (A32) kept at 80°C over a 30-rninute period by means of a constant delivery 
is pump. The temperature of the alcohol-based system varied from 154°C to 134°C. After the dropwise addition, the inner 
temperature was increased. When the temperature reached 167°C, 0.15 kg of a solution of 6.6 g of lactic acid in 2- 
butoxyethanol was added thereto and mixed. The temperature was further increased to 1 70°C, at which the mixture 
was maintained for 2 hours to obtain 10.0 kg of a dispersion (D32). 

The fine particles contained in the dispersion (D32) had a weight average particle size of 2.0 urn as measured with 
20 a centrifugal precipitation type particle size distribution measuring apparatus. 

The fine particles of the dispersion (D32) were separated from the dispersion medium by centrifugation, washed 
with methanol, and dried in vacuo (10 Torr) at 80°C for 12 hours to obtain powder of the fine particles (P32). 

The powder (P32) was made up of spherical fine particles having a number average particle size of 2.0 p.m as 
measured from its scanning electron micrograph, with a coefficient of particle size variation of 3.4% and an UB ratio of 

25 1 .06. 

On performing calculation based on the weights of the dispersion (D32) and the powder (P32), the dispersion (D32) 
was found to be the one in which the individual particles of the powder (P32) were dispersed in a concentration of 3.1 
wt% without undergoing secondary agglomeration. 

The microstructure of the fine particles in the dispersion (D32) was analyzed under a scanning electron microscope 
30 and a transmission electron microscope. It was confirmed that the fine particles were clusters of thin plate crystals 
stacked one on another, each thin flat plate having an average thickness of 70 nm and an average major axis of 250 
nm. It was also confirmed that the thin flat plates were zinc oxide crystals as a result of powder X-ray diffractometry of 
the fine particles and that the fine particles contained 96.0 wt% of zinc oxide (ZnO). 

The scanning electron micrograph of the fine particles in the powder (P32) and the transmission electron micro- 
35 graph of the cut section of the fine particles are shown in Figures. Fig. 3 is a scanning electron micrograph of the pow- 
der (P32), in which the white to gray beads are fine particles of the powder (P32). Fig. 4 is a scanning electron 
micrograph of the individual fine particles in the powder (P32), in which the eleven white spots at the lower part of the 
picture were 860 nm long from end to end. In Fig. 4, the individual fine particles have on their surface a cluster of thin 
plates each having a rounded, long, and narrow shape. The cluster comprises thin plate like zinc oxide crystals. Fig. 5 
40 is a transmission electron micrograph of the cut section of the individual fine particles in the powder (P32), in which the 
line at the bottom right-hand corner of the picture is 500 nm long from end to end. In Fig. 5, each fine particle has on its 
surface a cluster of thin plates with their end facing outward (the black sharp projections). The cluster have interstices 
among the individual thin plates. The individual fine particles are hollow, having almost no crystals in their inside. 

It was confirmed that the individual fine particles were porous fine particles having a specific surface area of 16.9 
45 m 2 /g and a pore size of 4 nm. 

The dispersion (D32) was heated at 120°C under reduced pressure in an evaporator to evaporate part of the sol- 
vent. The thus concentrated dispersion was diluted with isopropyl alcohol to prepare a dispersion (D32a) containing 40 
wt% of the fine particles. 

The powder (P32) was evaluated for gas adsorbing properties (deodorizing performance). The powder (P32) 
so weighing 1 g was put in a Tedlar bag, 3 £ of air was introduced therein, and the bag was sealed. Then, trimethylamine 
was put in the bag. and the bag was allowed to stand at room temperature. The change in trimethylamine concentration 
in the bag was measured with time. The same test was carried out on methylmercaptan and propionic acid. The results 
obtained are shown below (gas concentration after a prescribed time period was relatively expressed taking the initial 
gas concentration as 100). 
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10 min 


1 hr 


3 hrs 


Trimethylamine 


77 


77 


73 


Methylmercaptan 


85 


38 


25 


Propionic acid 


88 


21 


8 



10 



15 



20 



25 



30 



Thaao.^ialac.v^epo^ 
minimum inhibition concentration (MIC), was obtained. The results are shown below. 





E. coli 


Staph, aureaus 


MIC (ng/ml) 


3200 


1600 
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FY AMPLE 33 

of thin and rounded plates having a long and narrow shape or a fan shape. The cluster is maae r 
are thin plate like zinc oxide crystals. 

EXAMPLE 34 

dispersion (D34) and the physical properties of the fine particles are shown in Table 7. 
EXAMPLE 35 

in a glass-made reactor equipped with a stirrer, a dropping opening, a thermometer, and a reflux .^enser. C L3 kg 

wise Ihe whole amount of the zinc-containing solution (A35) Kept ai bu o ove •* tn iAn<> c After ^ e dropwise 

stent delivery pump. The temperature * Z maintain^ at 

addition the inner temperature was increased. When the temperature reacnea . /u ^. u 

the fine particles are shown in Table 7. 
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EXAMPLE 36 

A dispersion of fine particles (D35) was prepared in the same manner as in Example 35, except for changing the 
amounts of the raw materials used for the preparation of the zinc-containing solution as shown in Table 6. The state of 
5 dispersion or agglomeration of the fine particles in the dispersion (D35) and the physical properties of the fine particles 
are shown in Table 7. 

EXAMPLE 37 

w A dispersion of fine particles (D37) was prepared in the same manner as in Example 35, except for changing the 
amounts of the raw materials used for the preparation of the zinc-containing solution as shown in Table 6. The state of 
dispersion or agglomeration of the fine particles in the dispersion (D37) and the physical properties of the fine particles 
are shown in Table 7. 

The reaction conditions used in Examples 32 to 37 are shown in Table 6. and the physical properties of the fine 
is particles obtained in Examples 32 to 37 are shown in Table 7. 
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EXAMPLE 38 



10 



15 



Methanol was added to the dispersion (D32a) obtained in Example 32 to prepare a slurry (S38) having a zinc oxide 
concentration of 10 wt%. The s.urry (S38) was powdered in a vacuum flash evaporator illustrated I betow 

^ J**™" 1 ™ fi T ^T° r 3 jaCketed stainless steel lon 9 P'P e of 8 mm in"er diameter and 9 m in length 
The long p.pe was heated to 200°C by circulating pressurized steam through the jacket. The slurry (S38) was cortSu- 

eS of te l 0 rir * T 9 T (feed ° Pe ™' n9) * 3 f,OW rate ° f 10 k ^ r * a ^ump TheSer 

end of the long ppe was ma.nta.ned at a reduced pressure of 50 Torr and connected to a back filter where powder is 

The resulting powder (P38) was substantially equal to the fine particles as dispersed in the dispersion (D32) in 
terms of part.de s.ze and shape, size and shape of the zinc oxide crystals, and the like. ais Pers.on (D32) ,n 

EXAMPLE 39 



, A c ferm?I^!T P0Siti0n ^ PrSPared by USinQ 406 dis P ereion < D32a > stained in Example 32 according to the 



20 lowing formulation 

Formulation of Coatj na Compnsitinn 



fol- 



25 



30 



Dispersion (D32a) " — 

Toluene 

Alloset 5247 (aqueous acrylic resin emulsion produced by Nippon Shokubai Co Ltd ■ solid 
content: 45 wt%) 



100 parts by weight 
250 parts by weight 
4.5 parts by weight 
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to fo™ e ™S'r, C |!.^ PO ! it - 0n W ? S l £? led J? ^ °' 3 9,aSS P,ate> a P° lyester f i,m ' and an acr y»c resin plate and dried 
™w ^ 9 I? " aVin9 3 10,0,01658 <* abou * 2 nm. The coating film on every substrate had a high diffuse tans- 

o^T^l^TrlT"?'* 8 h6at raySCreenin 9 °* <- a s an'excellent UV soreenfg eSeot Se- 

9 Pmk ° r 9rSen C ° IOf de P endin 9 on viewing ^Qle or angle of light incidence producing i 
X!S ^ 3PPea i anCe - The spectral ^nsmission curves (a diffuse transmission curve and a veS franT 
rn.ss.on curve) of the coated glass plate are shown in Fig. 7. in which T, is a diffuse transmission curve To a vertical 
transm.ss.on curve, and T 3 a diffusion transmission curve of the uncoated glass plate. 

COMPARA TIVE EXAMPI F 19 

A coating composition having a zinc oxide concentration of 1 0 wt% was prepared in the same manner as in Exam- 

S a oteto^ ? ^.f^' ,ndUStry °*' ^ in -P^ *** and the compo'sLn wS 
JSjif J *L P 1? .? 9 , " m . haV,n9 8 thickneSS of1 ° ^ ™ e ^ng «Tn was a white film having no 

The comparison between Figs. 7 and 8 proves that the coating film containing the fine particles obtained in Exam- 
E£ So°n " "* U,fraVi0let " 9ht ** SCr6enS 0Ut nSar " 9ht ^ reduci "9 the P diffus:^n"^ 

EXAMPLE AO 

P- J^^J^IIS^^ ^ " ExamP ' 6 32 and 485 partS by W ^ hl of Po'ycarbonate resin 
En tn r melt-kneaded to obtarn a molten composition having uniformly dispersed therein 3 wt% of the 

Tne , C0 T P °! ,t,0n W3S 6Xtruded int0 a P ,ate havin 9 a tn'Ckness of 1.5 mm. The resulting polyclonals 
Plate (A) was excellent m transparency, exhibited a UV screening effect and a heat ray screening effect Jnd S 
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an extremely attractive appearance, assuming a pale pink or green color depending on the viewing angle or angle of 
light incidence. 

COMPARATIVE EXAMPLE 13 

A 1.5 mm thick polycarbonate plate (B) containing 3 wt% of fine particles was prepared in the same manner as in 
Example 40, except for replacing the powder (P32) with 1 5 parts by weight of zinc oxide fine particles obtained by a 
French process (Aenka 1 -Go, a product of Sakai Chemical Industry Co., Ltd.). The resulting polycarbonate plate was a 
white turbid plate with no characteristic in color. 

EXAMPLE 41 



Five parts by weight of the powder (P32) obtained in Example 32 and 95 parts by weight of polyester resin pellets 
were mixed and melt-kneaded to obtain a polyester composition having uniformly dispersed therein 5 wt% of the zinc 
is oxide fine particles. The composition was extruded into a sheet, and the extruded sheet was stretched to obtain a pol- 
yester film having a thickness of 20 jim. The resulting film was a film having uniformly and highly dispersed therein the 
fine particles. The film was transparent, exhibited an excellent UV screening effect and a heat ray screening effect, and 
presented an attractive appearance, assuming a pale pink or green color depending on the viewing angle or angle of 
light incidence. 



COMPARATIVE EXAMPLE 14 



A polyester film containing zinc oxide fine particles was obtained in the same manner as in Example 41 , except for 
replacing the powder (P32) obtained in Example 32 with zinc oxide fine particles obtained by a French process (Aenka 
25 1 -Go, a product of Sakai Chemical Industry Co., Ltd.). The resulting film had a UV screening effect but was white turbid. 

Observation of the surface of the films obtained in Example 41 and Comparative Example 14 under a transmission 
electron microscope revealed that the surface of the film obtained in Example 41 was covered with uniform and fine pro- 
jections due to the fine particles, whereas the surface of the film of Comparative Example 1 4 had a poor profile having 
irregular projections containing coarse projections due to the agglomerated particles. 



EXAMPLE 42 



A polyester composition containing 5 wt% of fine particles was prepared in the same manner as in Example 41. 
The resulting polyester composition was melt-spun to obtain polyester fiber. The fiber had dispersed therein the fine 
35 particles uniformly and finely and had a heat ray screening effect as well as transparency and an excellent UV screen- 
ing effect. In addition, the fiber had an excellent appearance similarly to the film obtained in Example 41 . 

COMPARATIVE EXAMPLE 15 

40 Polyester fiber containing zinc oxide fine particles was obtained in the same manner as in Example 42, except for 
replacing the powder obtained in Example 32 with zinc oxide fine particles obtained by a French process (Aenka 1 -Go, 
a product of Sakai Chemical Industry Co., Ltd.). The resulting fiber had a UV screening effect but was white turbid. 



EXAMPLE 43 



The dispersion (D32a) prepared in Example 32 was subjected to centrifugation to remove the solvent. The resultant 
zinc oxide fine particles containing a slight amount of the residual solvent component were dispersed in ion-exchanged 
water, followed by centrifugation again. The above operation was repeated several times, and the finally obtained par- 
ticles were dispersed in ion-exchanged water to obtain 50 parts by weight of an aqueous dispersion containing 20 wt% 
so of the fine particles. 

Fifty parts by weight of the aqueous dispersion were mixed with 20 parts by weight of an acrylic resin emulsion 
(Acryset® 285E, produced by Nippon Shokubai Co., Ltd.; solids content: 50 wt%) as a binder to prepare a coating com- 
position. Polyester f foer was soaked in the coating composition and dried to obtain polyester fiber having the fine parti- 
cles at an add-on of 7.0 g/m 2 . The resulting fiber not only cut ultraviolet rays and heat rays effectively but presented an 
55 attractive appearance similarly to the film obtained in Example 41 . 

COMPARATIVE EXAMPLE 16 

Ten parts by weight of zinc oxide fine particles obtained by a French process (Aenka 1-Go, a product of Sakai 
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Chemical Industry Co., Ltd.) were mixed with 40 parts by weight of ion-exchanged water and dispersed by means of an 
ultrasonic homogenizer to give 50 parts by weight of an aqueous dispersion containing 20 wt% of the fine particles. Pol- 
yester fiber having an add-on of 6.8 g/m 2 of the fine particles was obtained by using the resulting aqueous dispersion 
in the same manner as in Example 43. The resulting fiber exhibited a UV-screening effect but was white turbid. 

EXAMPLE 44 

A cosmetic (O/W type cream) containing the powder (P32) obtained in Example 32 was prepared according to the 
following formulation. 

Formulation; 



15 


Aqueous Phase: 




(a) Powder 


6 parts by weight 




(b) Propylene glycol 


5 parts by weight 


20 


(c) Glycerin 


10 parts by weight 




(d) Potassium hydroxide 


0.2 part by weight 




(e) Ion-exchanged water 


45 parts by weight 




Oily Phase: 


25 


(f) Cetanol 


5 parts by weight 




(g) Liquid paraffin 


5 parts by weight 




(h) Stearic acid 


3 parts by weight 


30 


(i) Isostearyl myristate 


2 parts by weight 




G) Glycerol monostearate 


2 parts by weight 



35 The components (a) to (c) were mixed by stirring to prepare an aqueous phase, which was kept at 80°C. The com- 
ponents (f) to 0) were mixed uniformly to prepare an oily phase, which was kept at 80°C. The oily phase was added to 
the aqueous phase, followed by stirring. The mixture was emulsified by means of a homomixer, folfowed by cooling to 
room temperature to obtain cream. The resulting cream was clear and assumed a pale pink color to produce an attrac- 
tive appearance and also exhibited an excellent UV screening effect and a heat ray screening effect. 

40 

COMPARATIVE EXAMPLE 17 

Cream was prepared in the same manner as in Example 44, except for replacing the powder obtained in Example 
32 with zinc oxide fine particles obtained by a French process (Aenka 1 -Go, a product of Sakai Chemical Industry Co. , 
45 Ltd.). 

The resulting cream had a UV screening effect but was opaque with a high degree of whiteness. 
COMPARATIVE EXAMPLE 18 

so Cream was prepared in the same manner as in Example 44, except for replacing the powder obtained in Example 
32 with thin plate like zinc oxide fine particles having an average particle size of 0.8 \um and an average thickness of 0.1 
jim. 

The resulting cream was slightly transparent and had a UV screening effect but was white in tone and had no 
attractive appearance. 

55 

EXAMPLE 45 

The powder (P32) obtained in Example 32 was mixed with ion-exchanged water to prepare an aqueous dispersion 
containing 10 wt% of the fine particles. 
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Separately, filter paper for quantitative determination (No. 5C, a product of Toyo Roshi K.K.) was beaten in a Nia- 
gara type beater to pulp having a C.S. freeness of 400 cc. The above prepared aqueous dispersion was added to the 
pulp to give a fine particle to pulp weight ratio of 1 wt%. The resulting pulp slurry was diluted to a solids content of 0.1 
wt%, dehydrated in a TAPPI sheeting machine, and pressed to obtain a web having a basis weight of 75 g/m 2 , which 
was then dried in a rotary drier at 100°C to obtain paper containing 1 wt% of the fine particles. The resulting paper pre- 
sented an attractive appearance, assuming a pale pink or green color depending on the viewing angle or angle of light 
incidence, and also had a smooth surface. 

COMPARATIVE EXAMPLE 19 

Paper was prepared in the same manner as in Example 45, except for replacing the powder obtained in Example 
32 with zinc oxide particles in the form of thin flat plate having an average particle size of 0.8 u.m and an average thick- 
ness of 0. 1 ixm. The resulting paper was white, presenting no beautiful appearance, and had a poor surface. 



In a 10 l glass-made reactor equipped with a stirrer, a dropping opening, a thermometer, and a reflux condenser, 
0.3 kg of zinc oxide powder and 36.3 g of indium acetate dihydrate were mixed with a mixed solvent of 1 .6 kg of acetic 
acid and 1.6 kg of ion-exchanged water. The mixture was heated up to 100°C while stirring to prepare a uniform zinc- 
containing solution (AI-1). 

In a 20 i glass-made reactor which was equipped with a stirrer, a dropping opening, a thermometer, and an outlet 
for distillate gas and could be heated by an external heating medium, 14 kg of 2-butoxyethanol was charged, and the 
inner temperature was raised up to 153°C and maintained at that temperature. To the heated alcohol was added drop- 
wise the whole amount of the zinc-containing solution (AI-1 ) kept at 1 00°C over a 30-minute period by means of a con- 
stant delivery pump. The temperature of the alcohol-based system dropped from 153°C to 131°C. After the dropwise 
addition, the inner temperature was increased. When the temperature reached 168°C, 400 g of a 2-butoxyethanol solu- 
tion containing 36.9 g of lauric acid was added thereto over a period of 1 minute, and the mixture was maintained at that 
temperature for 5 hours to obtain 7.89 kg of a bluish gray dispersion (DI-1). The dispersion (DI-1) was a 3.5 wt% dis- 
persion of thin and fine particles having an average particle size of 5 nm. The dispersed fine particles were X-ray crys- 
tallographically crystalline zinc oxide and had a metal oxide content of 94.5 wt% and contained indium at an atomic ratio 
of 3.0% to the total number of metallic atoms. 

The physical properties of the resulting dispersion and the fine particles are shown in Table 10. 



A zinc-containing solution (AI-2) was prepared in the same manner as in Examine 1-1 , except for changing the kinds 
and amounts of the raw materials used in the zinc-containing solution (AI-1) of Example 1-1 as shown in Table 8. Fur- 
ther, a dispersion (DI-2) was prepared in the same manner as in Example 1-1, except for changing the amount of 2- 
butoxyethanol to 12 kg and using no lauric acid. 

The physical properties of the resulting dispersion and the fine particles are shown in Table 10. 

To 227 parts by weight of the dispersion (DI-2) obtained above was added 1 part by weight of octadecyltriethoxysi- 
lane, followed by stirring. The solvent was removed in an evaporator under reduced pressure at a bath temperature of 
130°C, and the residue was further dried in vacuo at 100°C to obtain 12 parts by weight of powder (PI-2-1). 



In the same 10 I glass-made reactor as used in Example 1-1, equipped with a stirrer, a dropping opiening, a ther- 
mometer, and a reflux condenser, 0.809 kg of zinc acetate dihydrate was mixed with a mixed solvent of 2.2 kg of acetic 
acid and 2.2 kg of ion-exchanged water. The mixture was heated up to 100°C while stirring to prepare a uniform zinc- 
containing solution (AI-3). 

In a 20 £ glass-made reactor which was equipped with a stirrer, a dropping opening, a thermometer, and an outlet 
for distillate gas and could be heated by an external heating medium, 8 kg of 2-butoxyethanol and 5 kg of ethylene gly- 
col n-butyl ether acetate were charged, and the inner temperature was increased to 162°C and maintained at that tem- 
perature. To the heated alcohol solution was added dropwise the whole amount of the zinc-containing solution (AI-3) 
kept at 100°C over a 30-minute period by means of a constant delivery pump. After the dropwise addition, the inner tem- 
perature was increased. When the temperature reached 1 68°C, a uniform solution of 90.8 g of aluminum tris(sec-butox- 
ide) in 400 g of 2-butoxyethanol was added thereto all at once, and the mixture was maintained at 170°C for 5 hours to 
obtain a dispersion (DI-3). 

The physical properties of the resulting dispersion and the fine particles are shown in Table 10. 



EXAMPLE 1-1 



EXAMPLE |-2 



EXAMPLE I-3 
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EXAMPLE I-4 

A zinc-containing solution (AI-4) was prepared in the same manner as for the zinc-containing solution (AI-1) of 
Examine 1-1 , except for changing the kinds and amounts of the raw materials as shown in Table 8. Further, a dispersion 
5 (DI-4) was prepared in the same manner as in Example 1-1 , except for changing the amount of 2-butoxyethanol to 1 0.7 
kg. 

The physical properties of the resulting dispersion and the dispersed fine particles are shown in Table 10. 
EXAMPLE I-5 

10 

In the same 10 i glass-made reactor as used in Example 1-1, equipped with a stirrer, a dropping opening, a ther- 
mometer, and a reflux condenser, 0.30 kg of zinc oxide was mixed with a mixed solvent of 1 .5 kg of acetic acid and 1 .5 
kg of ion-exchanged water. The mixture was heated up to 80°C while stirring to prepare a uniform zinc-containing solu- 
tion (AI-5). 

15 In a 20 1 glass-made reactor which was equipped with a stirrer, a dropping opening, a thermometer, and an outlet 
for distillate gas and could be heated by an external heating medium, 14 kg of 2-butoxyethanol and 60.6 g of ethylace- 
toacetatoaluminum diisopropylate were charged, and the inner temperature was raised up to 150°C and maintained at 
that temperature. To the heated alcohol solution was added dropwise the whole amount of the zinc-containing solution 
(A5) kept at 80°C over a 30-minute period by means of a constant delivery pump. After the dropwise addition, the inner 
20 temperature was increased to 1 70°C, at which the mixture was maintained for 5 hours to obtain a dispersion (DI-5). 
The physical properties of the resulting dispersion and the fine particles are shown in Table 10. 
The fine particles contained in the dispersion (DI-5) were separated from the dispersion medium by cerrtrifugation, 
washed with methanol, and dried in vacuo (10 Torr) at 50°C for 24 hours to obtain powder of the fine particles (PI-5). 
The resulting powder (PI-5) had an average thickness of 0.025 urn, an average major axis of 0.08 jim, an L/B ratio 
25 of 2, a flatness of 3.2, a metal oxide content of 87.3 wt%, and an aluminum content of 5.5% in terms of atomic ratio to 
the total number of metallic atoms. The individual fine particle of the powder consisted of a stack of 2 to 5 thin plates 
(flakes) showing an X-ray diffraction pattern characteristic of crystalline zinc oxide. 

COMPARATIVE EXAMPLE 1-1 

30 

A dispersion of fine particles (DI-R1) was prepared in the same manner as in Example 1-1 , except that indium ace- 
tate was not used and the amount of 2-butoxyethanol was changed to 12.0 kg. The physical properties of the resulting 
dispersion and the fine particles are shown in Table 10. 

35 EXAMPLE I-6 

In a 10 I glass-made reactor equipped with a stirrer, a dropping opening, a thermometer, and a reflux condenser, 
0.3 kg of zinc oxide powder and 36.3 g of indium acetate dihydrate were mixed with a mixed solvent of 1 .6 kg of acetic 
acid and 1.6 kg of ion-exchanged water. The mixture was heated up to 100°C while stirring to prepare a uniform zinc- 

40 containing solution (AI-6). 

In a 20 £ glass-made reactor which was equipped with a stirrer, a dropping opening, a thermometer, and an outlet 
for distillate gas and could be heated by an external heating medium, 12 kg of 2-butoxyethanol was charged, and the 
inner temperature was raised up to 158°C and maintained at that temperature. To the heated alcohol was added drop- 
wise the whole amount of the zinc-containing solution (AI-6) kept at 100°C over a 60-minute period by means of a con- 

45 stant delivery pump. After the dropwise addition, the inner temperature was increased. When the temperature reached 
1 68°C, 500 g of a 2-butoxyethanol solution containing 300.0 g of an acrylic polymer (methyl methacrylate-hydroxyethyl 
methacrylate-maleic acid copolymer «= 8/1/1 by weight; weight average molecular weight: 4,500) was added thereto 
over a 1 -minute period, and the mixture was maintained at 168°C for 5 hours to obtain 9.80 kg of a bluish gray disper- 
sion (DI-6). 

so The dispersion (DI-6) was a 3.1 wt% dispersion of fine particles having an average particle size of 20 nm. The dis- 
persed fine particles were X-ray crystallographically crystalline zinc oxide, having a metal oxide content of 55 wt% and 
containing indium at an atomic ratio of 3.0% to the total number of metallic atoms. Observation under a transmission 
electron microscope provided confirmation that the individual fine particles were metal oxide particles coated with the 
acrylic polymer added. 

55 The fine particles of the dispersion (DI-6) were separated from the dispersion medium by cerrtrifugation, washed 
with isopropyl alcohol, and dried in vacuo (10 Torr) at 50°C for 24 hours to obtain powder of the fine particles (PI-6). 
It was confirmed that the fine particles of the powder (PI-6) were substantially equal to those in the dispersion. 
The powder (PI-6) showed excellent dispersibility in organic solvents, such as alcohols (e.g., methanol, isopropyl 
alcohol, n-butanol, benzyl alcohol, and 2-ethoxyethanol); ketones (e.g., methyl ethyl ketone, methyl isobutylketone, and 
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cyclohexanone), esters (e.g., butyl acetate and ethyl acetate), and aromatic hydrocarbons (e.g., benzene and toluene) 
and was easily re-dispersed in these solvents while retaining its single particle state. 

EXAMPLE I-7 

5 

In a 10 i glass-made reactor equipped with a stirrer, a dropping opening, a thermometer, and a reflux condenser, 
0.3 kg of zinc oxide powder and 36.3 g of indium acetate dihydrate were mixed with a mixed solvent of 1 .6 kg of acetic 
acid and 1.6 kg of ion-exchanged water. The mixture was heated up to 100°C while stirring to prepare a uniform zinc- 
containing solution (AI-7). 

10 In a 20 £ glass-made reactor which was equipped with a stirrer, a dropping opening, a thermometer, and an outlet 
for distillate gas and could be heated by an external heating medium, 12 kg of 2-butoxyethanol was charged, and the 
inner temperature was raised up to 158°C and maintained at that temperature. To the heated alcohol was added drop- 
wise the whole amount of the zinc-containing solution (AI-7) kept at 1 00°C over a 30-minute period by means of a con- 
stant delivery pump. After the dropwise addition, the inner temperature was increased. When the temperature reached 

15 168°C, 400 g of a 2-butoxyethanol solution containing 50.0 g of a methyl methacrylate-acrylic acid copolymer (9/1 by 
weight; weight average molecular weight: 7,200) was added thereto over several seconds, and the mixture was further 
maintained at 1 68°C for an additional 5 hour period to obtain 1 1 .79 kg of a bluish gray dispersion (D I-7). The dispersion 
(DI-6) was a 3.1 wt% dispersion of spherical fine particles having a metal oxide content of 86.0 wt%, an average particle 
size of 0.6 um, and a hollow structure in which microcrystallites having a particle size of about 20 to 30 nm formed an 

20 outer shell of 0.2 um in thickness. 

The fine particles of the dispersion (DI-7) were separated from the dispersion medium by centrifugation, washed 
with isopropyl alcohol, and dried in vacuo (10 Torr) at 50°C for 24 hours to obtain powder (PI-7) of the fine particles. 

The resulting powder (PI-7) was spherical fine particles showing an X-ray diffraction pattern characteristic of crys- 
talline zinc oxide, having an average particle size of 0.5 jam. and a metal oxide content of 86.0 wt%, and an indium con- 

25 tent at an atomic ratio of 3.0% to the total number of metallic atoms. It was confirmed that the individual particles had a 
hollow structure made by localization of metal oxide fine particles having a diameter of about 25 nm and the methyl 
methacrylate-acrylic acid copolymer in the outer shell thereof. The diameter of the hollow portion was 0.1 *im in aver- 
age. Observation under a scanning electron microscope provided confirmation that the surface of the fine particles had 
fine unevenness. 

30 The powder (PI-7) had excellent dispersibility in organic solvents, such as alcohols (e.g., methanol, isopropyl alco- 
hol, n-butanol, benzyl alcohol, and 2-ethoxyethanol); ketones (e.g., methyl ethyl ketone, methyl isobutylketone. and 
cyclohexanone), esters (e.g., butyl acetate and ethyl acetate), and aromatic hydrocarbons (e.g.. benzene and toluene). 

EXAMPLE 1-8 

35 

Reaction was carried out in the same manner as in Example 1-7, except for using 72.5 g of indium acetate dihydrate 
in place of 36.3 g of indium acetate dihydrate and using 800 g of a propylene glycol methyl ether acetate solution con- 
taining 30 g of polymethyl methacrylate (PMM A; weight average molecular weight: 60,000) in place of the 2-butoxyeth- 
anol solution of the methyl methacrylate-acrylic acid copolymer, to obtain 10.0 kg of a bluish gray dispersion (DI-8). 

40 The fine particles of the dispersion (DI-8) were separated from the dispersion medium by centrifugation, washed 
with isopropyl alcohol, and dried in vacuo (10 Torr) at 50°C for 24 hours to obtain powder (PI-8) of the fine particles. 

The resulting powder (PI-8) was spherical fine particles showing an X-ray diffraction pattern characteristic of crys- 
talline zinc oxide, having an average particle size of 3.0 um, a metal oxide content of 90.1 wt% and containing indium 
at an atomic ratio of 5.8% to the total number of metallic atoms. It was confirmed that the individual particles comprised 

45 PMMA having uniformly dispersed therein granular metal oxide fine particles having a particle size of about 20 nm. 

EXAMPLE I-9 

Reaction was carried out in the same manner as in Example I-7, except for using 6.05 g of indium acetate dihydrate 
so in place of 36.3 g of indium acetate dihydrate and using 200 g of a 2-butoxyethanol solution containing 7 g of lactic acid 
in place of the 2-butoxyethanol solution of the methyl methacrylate-acrylic acid copolymer, to obtain a bluish gray dis- 
persion (DI-9). 

The fine particles of the dispersion (DI-9) were separated from the dispersion medium by centrifugation, washed 
with methanol, and dried in vacuo (10 Torr) at 50°C for 24 hours to obtain powder (I-9) of the fine particles. 
55 The resulting powder (PI-9) was spherical fine particles showing an X-ray diffraction pattern characteristic of crys- 
talline zinc oxide, having an average particle size of 1.2 um, a metal oxide content of 96.0 wt% and containing indium 
at an atomic ratio of 0.5% to the total number of metallic atoms. The individual particles had a hollow structure in which 
the diameter of the hollow portion was 0.6 um, and the outer shell consisted of densely stacked thin plates of metal 
oxide fine particles having a major axis of 0.3 um and a flatness of 1 8. 
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Further, the powder (PI-9) had excellent dispersibility in polar solvents, such as water, alcohols (e.g., methanol, iso- 
propyl alcohol, n-butanol, benzyl alcohol, and 2-ethoxyethanol); ketones (e.g., methyl ethyl ketone, methyl isobutylke- 
tone, and cyclohexanone), and esters (e.g., butyl acetate and ethyl acetate). 

5 EXAMPLE 1-10 

A zinc-containing solution (AI-10) was prepared in the same manner as in Example 1-1, except for changing the 
kinds and amounts of the raw materials used in the zinc-containing solution (AM) of Example 1-1 as shown in Table 9. 
A dispersion (DI-10) was prepared from the zinc-containing solution (AI-10) in the same manner as in Example 1-1, 
10 except for changing the amount of the 2-butoxyethanol to 12 kg and replacing lauric acid with 30.0 g of monoeth- 
anolamine. 

The physical properties of the resulting dispersion and the fine particles of the dispersion are shown in Table 10. 
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The dispersions (DM) and (DI-R1) obtained in Example 1-1 and Comparative Example 1-1 were each concentrated 
in an evaporator under reduced pressure at a bath temperature of 130°C to have a particle concentration of 10 wt% to 
prepare a concentrated dispersion (DMC) and (DI-RC), respectively. To 100 parts by weight of the concentrated dis- 
persion was added 1.11 part by weight of an acrylic resin solution (Alloset 521 0 produced by Nippon Shokubai Co., Ltd. ; 
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solids content: 45 wt%), followed by stirring for 2 hours to prepare a coating composition. 

Each coating composition was applied by spin coating to a Pyrex glass plate having thereon a comb type electrode 
55 «mx gold by vacuum evaporation, dried at room temperature, and heated at 50°C to provide a dry film (DI-1M) or 
(DI-RM). Each coating film was a homogeneous film having a thickness of 1 0 urn 

of th^f ' drl6d fi,m JT S ! ,,OW . ed to Stand at 20 ° C and 60% RH for 1 "our wi * h «0W shielded, the surface resistivity 
of the film was measured under the above environmental conditions with Electrometer 61 7 (produced by Kesley Corp ) 
The results were as follows. 7 K / " 
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DI-1M 
DI-RM 



2.7 x 10 11 Oper square 
3.9 x 10 14 Oper square 



15 



The surface resistivity of the film DMM was also measured after it was allowed to stand at 20°C and at the relative 
humidity shown below for 1 hour with light shielded. The results were as follows. 
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Relative Humidity 


Surface Resistivity (n 




per square) 


20% 


1.9x 10 11 


60% 


2.7x 10 11 


85% 


2.8x 10 11 
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a .^°? n9 ^rnpc^ons were P re Pa r «l using the dispersions (DI-2) to (DI-5) obtained in Examples I-2 to I-5 and 
applied to a glass plate to form a coating film having a thickness of 1 pm in the same manner as described above The 
surface res.stv.ty of the resulting film was measured at 20°C and 60% RH. As a result, the surface resistivity (unit n 

£ZZ 222?* C 2S"°%! WaS ,° n the 0rder ° f 10 ° r 1012 " was a,so that the surface resist was 

constant irrespective of humidity similarly to the case of Example 1-1 . 

These results provide confirmation that the fine particles of the dispersions obtained in Examples 1-1 to I-5 were 
w^r^T * ro ™entional zinc oxide P articles - » was also confirmed that the conductivity of these particles 
rials ^re*^. the fine particles (or dispersions) obtained by the invention are suitable mate- 

Fvai ^; sam P'es were obtained from the dispersions (DI-2) and (DI-R1) obtained in Example I-2 and Comparative 

2SfJ I 83 " 16 "! anner 38 described ab0ve - results of powder X-ray diffractometry on the resulting pow- 

tZ ^ a ^ ? OWn - '"J' 9 ' 10 ' in WhiCh the 3bSCiSSa indicates a diffraction an 9' e °). a "d the ordinate the inten- 
srty (cps). As .s shown in Fig. 10, it can be seen that both Di-2 and Di-Rl show sharp peaks assigned to ZnO. 

COMPARA TIVE EXAMPI F 1-9 

In 500 g of ion-exchanged water was dissolved 35.0 g of ammonium bicarbonate to prepare a solution A 
In ion-exchanged water was dissolved 6.1778 g of aluminum sulfate hydrate (AI 2 (S0 4 ) 3 • nH 2 0: n=14to 18) to pre- 
pare a solution Q. 

Cn tS?*?' 9 £T! ? ? Pr6pared by 8 French prOCeSS (Aenka 1 - Qo ' a Product of Sakai Chemical Industry 

oo., Ltd.) were added to 180 g of ion-exchanged water to obtain a slurry C. 

~JI Urth !! r ' £.f f ^Tu fine POWdSr (Aerosil 20 °- P rod »ced by Nippon Aerosil K.K.) was added to 50 g of ion- 
exchanged water, followed by stirring to prepare a dispersion D. 

The solution B was added to the solution A while stirring at room temperature, whereupon the mixture became an 
emulsion. The stirring of the emulsion was continued for 10 minutes. 

n-JlVJ 9,3 WhiCh WaS ^""PP* With a sBm,r ' a dr °PP in 9 opening, a thermometer, and a reflux con- 

tSUZ^JSS ?k 6 b/ T f 16 " 13 ' heatins medium ' the slurr * C was cna r9ed. and the above-prepared emul- 
s.on was added thereto through the dropping opening while stirring at room temperature. The heating medium 
temperature was set at 80'C and heating was started. About 30 minutes .ater whence inner temped reacS 

l^lT^^n ^ added ' f0 " 0Wed by Stirrin9 for 1 hour under hea «r>9- One hour later, whence inner temper- 
ature reached 76.6»C. heating was stopped, and the system was allowed to cool while continuing stirring. When the 
inner temperature dropped to room temperature, the whole amount of the slurry was subjected to vacuum fittration The 
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thus separated fine particles were thoroughly washed with ion-exchanged water, dried in vacuo at 50°C for 12 hours 
and then dried in vacuo at 100°C for 4 hours to give white powder. 

The X-ray diffraction pattern of the resulting white powder showed not only the diffraction peaks assigned to ZnO 
but also peaks assigned to impurity, which was ascribable to basic zinc carbonate Zn 4 C0 3 (OH)5 • H 2 0. It was thus con- 
5 firmed that ZnO had low crystalline properties. The X-ray diffraction pattern of the powder is shown in Fig. 1 1 . 

COMPARATIVE EXAMPLE I-3 

In 50 g of ion-exchanged water were dissolved 8.3753 g of zinc chloride (ZnCI 2 ) and 0.3167 g of aluminum chloride 
io (AICI 3 • 6H 2 0) to obtain a uniform solution. A 14 wt% ammonia aqueous solution was added dropwise to the solution 
while stirring at room temperature. The dropwise addition was stopped when the pH of the system reached 8.21 . The 
amount of the 14 wt% aqueous ammonia added was 20.0 g. 

After the dropwise addition, the mixture was stirred for 10 minutes, followed by filtration. The filter cake was thor- 
oughly washed with water, followed by centrifugation to recover the fine particles. The particles were vacuum dried at 
15 50°C for 12 hours and then dried in vacuo at 100°C for 4 hours to furnish white powder. 

The X-ray diffraction pattern of the resulting white powder showed no peak assigned to ZnO. The X-ray diffraction 
pattern of the powder is shown in Fig. 1 1 . 

COMPARATIVE EXAMPLE I-4 

20 

White powder was prepared in the same manner as in Comparative Example I-2. The resulting white powder was 
put in a calcining furnace and heated from room temperature to 640°C, kept at this temperature for 1 hour in a nitrogen 
atmosphere, and cooled to room temperature to give grayish white powder. 

It wa confirmed by X-ray diffractometry that the resulting powder was ZnO crystals. The X-ray diffraction pattern of 
25 the powder is shown in Fig. 1 1 . 

The powder was formulated into a coating composition of the following composition, and the coating composition 
was applied to a glass plate substrate to obtain a coated article (II-R4C) havinga3.1 urn thick coating film. The resulting 
coated article (II-R4C) was white turbid and had low transparency to visible light, having a haze as high as 78%. It 
exhibited UV screening properties but no heat ray screening properties. The spectral transmission curve of the coated 
30 article (II-R4C) is shown in Fig. 12. 

Formulation of Coating Composition: 



35 



Powder 


10 parts by weight 


2-Butoxyethanol 


90 parts by weight 


Acrylic resin solution* 


50 parts by weight 



* Alloset 5247 (produced by Nippon Shokubai 
Co., Ltd.; solid content: 45 wt%) was diluted 
with toluene to a solids content of 20 wt%. 



45 Preparation of Coating Composition: 

The powder was added to 2-butoxyethanol and dispersed in an ultrasonic homogenizer for 20 minutes. The acrylic 
resin solution was added thereto, followed by stirring for 2 hours. The mixture was further dispersed in an ultrasonic 
homogenizer for 20 minutes to obtain a coating composition. 

so 

COMPARATIVE EXAMPLE I-5 

White powder was obtained in the same manner as in Comparative Example I-3. The powder was heated from 
room temperature to 640°C in a nitrogen atmosphere in a calcining furnace, maintained at 640°C for 1 hour, and cooled 
55 to room temperature to obtain slightly greenish gray-tinted powder. 

As a result of X-ray diffractometry, it was confirmed that the resulting powder was ZnO crystals. The X-ray diffrac- 
tion pattern of the powder is shown in Fig. 11, in which the abscissa indicates a diffraction angle (26; °), and the ordinate 
the intensity (cps). 

The powder was formulated into a coating composition in the same manner as in Comparative Example 1-4, and 
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the coating composition was applied to a glass plate to obtain a coated article (II-R5C) having a 3.2 pm thick film. The 
coated article (II-R5C) was white turbid and had low transparency to visible light, having a haze as high as 83%. It 
exhibited UV screening properties but no heat ray screening properties. The spectral transmission curve of the coated 
article (II-R5C) is shown in Fig. 12. 

5 

EXAMPLE 11-1 

The dispersion (DI-1) obtained in Example 1-1 was concentrated in an evaporator under reduced pressure at a bath 
temperature of 130°C to have a particle concentration of 10 wt% to prepare a concentrated dispersion (DI-1C). 
10 An acrylic resin solution (Alloset 5210 produced by Nippon Shokubai Co., Ltd.; solids content: 45 wt%) was diluted 
with toluene to a resin concentration of 20 wt%. To 50 parts by weight of the diluted resin solution was added 100 parts 
by weight of the concentrated dispersion (DI-1C), followed by stirring to prepare 150 parts by weight of a coating com- 
position (11-1). 

75 EXAMPLE II-2 

The dispersion (DI-2) obtained in Example I-2 was concentrated in an evaporator under reduced pressure at a bath 
temperature of 130°C to have a particle concentration of 10 wt% to prepare a concentrated dispersion (DI-2C). 

The concentrated dispersion (DI-2C) was separated by centrifugation into a precipitate of the fine particles and the 
20 solvent (supernatant liquid). The precipitate was added to ion-exchanged water and dispersed in a sand mill to obtain 
an aqueous dispersion (DI-2W) having finely dispersed therein 10 wt% of the fine particles. 

To 100 parts by weight of an aqueous solution containing 10 wt% of a vinyl resin (Poval R2105, produced by Kura- 
ray Co., Ltd.) was added 100 parts by weight of the aqueous dispersion (DI-2W), followed by stirring to obtain a coating 
composition (I I-2) containing 5 wt% of the fine particles and 5 wt% of the binder. 



25 



EXAMPLE II-3 



The dispersion (DI-1 ) obtained in Example 1-1 was concentrated in an evaporator under reduced pressure at a bath 
temperature of 130°C to have a particle concentration of 10 wt% to prepare a concentrated dispersion (DI-1C). 

30 In a 4-necked flask equipped with a reflux condenser, a stirrer, and a thermometer were charged successively 24 
parts by weight of isopropyl alcohol, 16 parts by weight of water, and 0.005 part by weight of 35% hydrochloric acid. To 
the mixture were further added 10 parts by weight of methyltrimethoxysilane and 30 parts by weight of tetraethoxysilane 
while stirring, and the mixture was heated at 80°C for 2 hours, followed by cooling. The resulting mixture (x) was a uni- 
form solution having a non-volatile content of 1 7.0 wt%. 

35 Twelve parts by weight of the mixture (x) were added to 80 parts by weight of the concentrated dispersion (DI-1 C) 
while stirring to prepare a coating composition (II-3). 

EXAMPLE II-4 

40 in the same manner as in Example II-2, an aqueous dispersion (DI-2W) having finely dispersed therein 10 wt% of 
fine particles was prepared from the dispersion (DI-2) obtained in Example 1-2. 

To 20 parts by weight of an aqueous solution containing 10 wt% of a vinyl resin (Poval 205, produced by Kuraray 
Co., Ltd.) was added 100 parts by weight of the aqueous dispersion (DI-2W), and 20 parts by weight of an aqueous 
solution containing 1 .23 part by weight of copper acetate monohydrate was further added thereto, followed by stirring. 
45 Ultrasonication of the mixture gave a coating composition (II-4). 

The coating compositions (11-1) to (II-4) obtained in Examples 11-1 to II-4 were applied to various substrates with a 
bar coater and dried to obtain coated articles (M-1C1), (II-1C2), (II-2C), (II-3C), and (II-4C), respectively. 

The film formation conditions, the thickness of the coating film, and the optical characteristics of the coated articles 
are shown in Table 1 1 below. 

so 
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The coating film of every coated article was homogeneous and screened out ultraviolet rays and heat rays while 
having excellent transparency to visible light. 

The sunlight transmission and visible light transmission of the coated articles (II-1C1) and (II-1C2) were measured 
to give the following results. The results provide confirmation that the coating film was transparent and yet exhibited 
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heat insulating properties. 



10 





Sunlight Transmission 
(a) 


Visible Light Transmis- 
sion (b) 


(a) - (b) 




I (%) 


I (%) 


(%) 


II-1C1 
11-1 C2 
glass plate (substrate) 


70.22 
82.99 
89.82 


71.00 
84.84 
91.52 


+0.78 
+1.85 
-1.70 



15 



20 



25 



30 



The coated article (1I-3C) was hard, having a surface hardness of 6 (pencil hardness), and had a surface resistivity 
of 1 x 10 9 n per square, which indicates antistatic properties. 

COMPARA TIVE EXAMPLE 11-1 
strate is also shown in Fig. 9. 

FY AMPLE II-5 

,„ the same manner as in Example ..-2, an aqueous dispersion (DI-2W) having finely dispersed therein 10 wt% of 
fine particles was prepared from the dispersion (DI-2) obtained in E»npte 1-2 ^ 

rays and heat rays. 

rOM p^RATI\/F FXAMPLE 11-5 

,n the same manner as in Example .1-2. an aqueous dispersion having finely dispersed therein 10 w^ of fine par- 
ticles was prepared from the dispersion (D.-R1) obtained in C-JJ^^JJ^ „ an acrylic resin emu.- 

rays but had no heat ray screening effect. 
EXAMPLE II-6 

,n the same manner as in Example U-2. an aqueous dispersion (D.-2W) having finely dispersed therein 10 w«% of 
fine particles was prepared from the dispersion (DI-2) obtoed .n Exa mple W emu l- 
55 A hundred parts by weight oft* .aqueous ^^^^J^SS^Xm ^binder to P re P are 
-"(A^ES^ 

rays and heat rays. 
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EXAMPLE II-7 

Ten parts by weight of the powder (PI-2-1) obtained in Example I-2 and 90 parts by weight of polypropylene (PP) 
pellets were melt-kneaded to obtain PP pellets (A) containing 10 wt% of the powder (PI-2-1). 

A double-layered PP film was prepared using an extruder equipped with a feed block die for multilayer extrusion as 
follows. PP pellets (B) containing no fine particles were fed to the main extruder and melted at 220°C, while the PP pel- 
lets (A) were fed to the secondary extruder and melted at 180°C. Both resins were extruded while adjusting the extru- 
sion rate of each extruder to obtain a laminate sheet composed of a PP (A) layer (powder-containing layer) and a PP 
(B) layer. The extruded laminate sheet was stretched to obtain an OPP film (biaxially stretched polypropylene film) com- 
posed of a 8 urn thick PP (A) layer and a 20 urn thick PP (B) layer. 

The resulting film was a multilayer film having a thin layer (A) in which the fine particles were uniformly and highly 
dispersed, which was excellent in visible light transmitting properties while exhibiting excellent UV screening and heat 
ray screening properties. 

EXAMPLE II-8 




Fifty parts by weight of the powder (PI-6) obtained in Example I-6 and 50 parts by weight of polyethylene tereph- 
thalate (PTE) pellets were melt-kneaded to prepare PET pellets (A) Containing 50 wt% of the powder (PI-6). 

A double-layered PET film was prepared using the same extruders and stretching machine as used in Example II- 
7 as follows. PET pellets (B) containing no fine particles were fed to the main extruder and melted at 310°C, while the 
PET pellets (A) were fed to the secondary extruder and melted at 280°C. Both resins were extruded while adjusting the 
extrusion rate of each extruder to obtain a laminate sheet composed of a PET (A) layer (powder-containing layer) and 
a PET (B) layer. The extruded laminate sheet was stretched to obtain a PET film composed of a 2 urn thick PET (A) 
layer and a 20 urn thick PET (B) layer. 

The resulting film was a multilayer film having a thin layer (A) in which the fine particles were uniformly and highly 
dispersed, which was excellent in visible light transmitting properties while exhibiting excellent UV screening and heat 
ray screening properties. 

EXAMPLE II-9 

The dispersion (DI-4) obtained in Example I-4 was concentrated in an evaporator under reduced pressure at a bath 
temperature of 130°C to prepare a concentrated dispersion (DI-4C) having a particle concentration of 25 wt%. 

A coating composition was prepared using an acrylic resin solution (Alloset 5858. produced by Nippon Shokubai 
Co., Ltd.; solid content: 60 wt%) as a binder component as follows. 

Seventeen parts by weight of the acrylic resin solution, 40 parts by weight of the concentrated dispersion (DI-4C), 
and 23 parts by weight of n-butanol were mixed by stirring and dispersed in an ultrasonic homogenizer to prepare 80 
parts by weight of a coating composition (II-9). 

EXAMPLE II-10 

In the same manner as in Example 11-2, an aqueous dispersion (DI-4W) having finely dispersed therein 10 wt% of 
fine particles was prepared from the dispersion (DI-4) obtained in Example I-4. 

To 100 parts by weight of an aqueous solution containing 1 0 wt% of a vinyl resin (Poval 205, produced by Kuraray 
Co.. Ltd.) was added 100 parts by weight of the aqueous dispersion (DI-2W), followed by stirring. The mixture was dis- 
persed in an ultrasonic homogenizer to obtain a coating composition (11-10). 

EXAMPLE 11-11 

To 80 parts by weight of the concentrated dispersion (DI-4C) was added 1 50 parts by weight of the mixture (x) while 
stirring, followed by stirring. The mixture was dispersed in an ultrasonic homogenizer to obtain a coating composition 
(11-11)- 

The resulting coating compositions (II-9) to (11-11) were applied to various substrates with a bar coater and dried to 
obtain coated articles (II-9C1). (II-9C2), (II-9C3), (II-9C4), and (II-4C), respectively. 
The total transmission and haze of the substrates used are shown below. 
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The film formation conditions, the thickness of the coating film, and the optical characteristics of the coated articles 
is are shown in Table 12 below. 
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EXAMPLE 111-1 

Five parts by weight of the powder (PI-6) obtained in Example 1-6 and 995 parts by weight of polycarbonate resin 
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pellets were mixed and melt-kneaded to obtain a molten mixture having uniformly dispersed therein 0.5 wt% of the fine 
particles. The composition was extruded to obtain a polycarbonate plate having a thickness of 2.0 mm. The resulting 
polycarbonate plate had highly dispersed therein the fine particles and exhibited excellent visible light transmitting prop- 
erties, having a total transmission of 85% or higher, UV screening properties, and heat ray screening properties. 

EXAMPLE Hl-2 

Twenty-five parts by weight of the powder (PI-7) obtained in Example I-7 and 475 parts by weight of methacrylic 
resin pellets were mixed and melt-kneaded to obtain a molten composition having uniformly dispersed therein 5 wt% of 
the fine particles. The composition was extruded to obtain a methacrylic resin sheet having a thickness of 2 mm. The 
resulting sheet had highly dispersed therein the fine particles and had a total transmission of 83% and a haze of 86%, 
exhibiting high visible light transmitting properties and excellent diffuse transmitting properties, and also had excellent 
UV and heat ray screening effects. 

COMPARATIVE EXAMPLE 111-1 

A 2 mm thick polycarbonate plate containing 0.5 wt% of fine particles was obtained in the same manner as in 
Example 1 11-1 , except for replacing the powder (PI-6) as used in Example 111-1 with zinc oxide fine particles prepared by 
a French process (Aenka 1 -Go, a product of Sakai Chemical Industry Co., Ltd.). The resulting polycarbonate plate was 
found to contain the fine particles non-uniformly in a secondarily agglomerated state. As compared with the one 
obtained in Example 111-1 , the polycarbonate plate was white turbid, lacking transparency, and had a low UV screening 
effect. A heat ray screening effect was not observed. 

EXAMPLE IM-3 

Two parts by weight of the powder (PI-6) obtained in Example I-6 and 98 parts by weight of polyester resin pellets 
were mixed and melt-kneaded to obtain a polyester composition having uniformly dispersed therein 2 wt% of the zinc 
oxide fine particles. The composition was extruded into a sheet, and the extruded sheet was stretched to obtain a pol- 
yester film having a thickness of 40 jim. The resulting film was a film having the fine particles uniformly and highly dis- 
persed therein which was excellent in visible light transmitting properties, UV screening properties, and heat ray 
screening properties. 

COMPARATIVE EXAMPLE III-2 

A 40 jim thick polyester film containing 2 wt% of fine particles was obtained in the same manner as in Example III- 
3, except for replacing the powder (PI-6) as used in Example IM-3 with zinc oxide fine particles prepared by a French 
process (Aenka 1-Go, a product of Sakai Chemical Industry Co., Ltd.). The resulting film was found to contain the fine 
particles in a secondarily agglomerated state and therefore had a low UV screening effect and was white turbid, lacking 
transparency. No heat ray screening effect was observed. 

The section of the films obtained in Example III-3 and Comparative Example III-2 was observed through a trans- 
mission electron microscope. As a result, the film obtained in Example III-3 was a practically homogeneous film in which 
the fine particles were highly dispersed, whereas the film obtained in Comparative Example III-2 had a poor surface 
profile with coarse projections due to agglomeration of the fine particles. Besides, the film had insufficient abrasion 
resistance and scratch resistance on account of gaps between the fine particles and the PET matrix. 

EXAMPLE HH 

A polyester composition containing 2 wt% of the powder (PI-6) was prepared in the same manner as in Example 
III-3. The resulting polyester composition was melt-spun to obtain polyester fiber. The fiber had uniformly and highly dis- 
persed therein the fine particles and exhibited transparency and excellent UV and heat ray screening properties. 

COMPARATIV E EXAMPLE IM-3 

Polyester fiber containing zinc oxide fine particles was obtained in the same manner as in Example IM-4, except for 
replacing the powder (PI-6) as used in Example III-4 with zinc oxide fine particles prepared by a French process (Aenka 
1-Go, a product of Sakai Chemical Industry Co., Ltd.). The resulting fiber was found to contain the fine particles in a 
secondarily agglomerated state and therefore had a low UV screening effect and was white turbid, lacking transpar- 
ency. No heat ray screening effect was observed. 
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EXAMPLE IV-1 



In the same manner as in Example II-2, an aqueous dispersion (DI-1 W) having finely dispersed therein 10 wt% of 
fine particles was prepared from the dispersion (DI-1) obtained in Example 1-1 . A cosmetic (O/W type cream) containing 
the aqueous dispersion was prepared according to the following formulation. 

Formulation: 



10 





Aqueous Phase: 




(a) Aqueous dispersion 


50 parts by weight 


15 


(b) Propylene glycol 


5 parts by weight 


(c) Glycerin 


10 parts by weight 




(d) Potassium hydroxide 


0.2 part by weight 




Oily Phase: 


20 


(e) Cetanol 


5 parts by weight 




(f) Liquid paraffin 


5 parts by weight 




(g) Stearic acid 


3 parts by weight 


25 


(h) Isostearyt myristate 


2 parts by weight 


(i) Glycerol monostearate 


2 parts by weight 



The components (a) to (d) were mixed by stirring to prepare an aqueous phase, which was kept at 80°C. The com- 
30 ponents (e) to (i) were mixed uniformly to prepare an oily phase, which was kept at 80°C. The oily phase was added to 
the aqueous phase, followed by stirring. The mixture was emulsified by means of a homomixer, followed by cooling to 
room temperature to obtain cream. The resulting cream was clear and yet excellent in UV screening effect and heat ray 
screening effect. 

35 COMPARATIVE EXAMPLE IV-1 

Cream was prepared in the same manner as in Example IV-1 , except for replacing the aqueous dispersion (DI-1 W) 
as used in Example IV-1 with 50 parts by weight of an aqueous dispersion containing 5 parts by weight of zinc oxide 
fine particles obtained by a French process (Aenka 1-Go, a product of Sakai Chemical Industry Co., Ltd.) in a concen- 
40 tration of 10 wt%. 

The resulting cream had an insufficient UV screening effect on account of poor dispersion of the fine particles and 
was opaque with a high degree of whiteness. No heat ray screening properties was observed. 

[Example of Paper Making] 

45 

EXAMPLE V-1 

In the same manner as in Example II-2, an aqueous dispersion (DI-2W) having finely dispersed therein 10 wt% of 
fine particles was prepared from the dispersion (DI-2) obtained in Example I-2. 

so Separately, filter paper for quantitative determination (No. 5C, a product of Toyo Roshi K.K.) was beaten in a Nia- 
gara type beater to pulp having a C.S. freeness of 400 cc. The above prepared aqueous dispersion was added to the 
pulp to give a fine particle to pulp weight ratio of 1 wt%. The resulting pulp slurry was diluted to a solids content of 0.1 
wt%, dehydrated in a TAPPI sheeting machine, and pressed to obtain a web having a basis weight of 75 g/m 2 . which 
was then dried in a rotary drier at 1 00°C to obtain paper containing 1 wt% of the fine particles. The fine particles being 

55 dispersed satisfactorily, the resulting paper had excellent UV screening properties, a heat ray screening effect, and 
excellent surface smoothness. Further, the paper hardly attracted dirt, etc. 
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COMPARATIVE EXAMPI F U.1 

as u2l Exalte 5Twl?n IT "T* h EX3mple V " 1 ' 6XCept for re P ,acin 9 th * aqueous dispersion (DI-2W) 
effect due to secondary aggiomeration of 1heXI^^ ISndSJ" 9 ^ ^ u ,0W UV S ° reeninS 

Industrial Utility 

process exhibit excellent functions and cteraSKcsiTne Part,C,6S 0btained by the 

ency. and are therefore useful in coating comSS^ col Z SSSf' screening properties and transpar- 

cosmetics, and the like. composes, coated articles, res.n composrtions, resin molded articles, paper. 

useful in coating compositions^^ SST^JSLST ^ ~ ^ eXCe " ent dis P ereibi,i * ^ are 

for back-hghting IWSSS^J^^ composes, res,n molded artic.es. paper, cosmetics, diffusers 

.nc^Tt^ 

achieved, the particles exhibit^no mal HoSJS^, ™ ? T 9eometr,cal characteristics not heretofore 
Claims 

7. A process for producing zinc oxide fine particles accordina to anv nf Haim* 1 + ~ * u 

8. A process for producing zinc oxide fine particles according to any of claims 4 to 7, wherein said second mixing 



90 



INSDOCID: <EP. 0768277A1_I_> 



EP0 768 277 A1 



step and/or said heating step is/are carried out in the presence of a compound additive containing one or more than 
one atomic group of at least one kind selected from the group consisting of a carboxyl group, an amino group, a 
quaternary ammonio group, an amido group, an imido bond, a hydroxyl group, a carboxylic acid ester bond, a ure- 
thane group, a urethane bond, a ureido group, a ureylene bond, an isocyanate group, an epoxy group, a phosphoric 
5 acid group, a metallic hydroxyl group, a metallic alkoxy group, and a sulfonic acid group in the molecule thereof and 

having a molecular weight of less than 1 ,000. 

9. A process for producing zinc oxide fine particles according to any of claims 1 to 8, wherein said second mixing 
step or said heating step is carried out in the presence of carbon dioxide and/or a carbon source. 

10 

10. A process for producing zinc oxide-polymer composite particles, which comprises heating a mixture comprising 
a zinc source, a carboxyl-containing compound, a polymer, and an alcohol at a temperature of 100°C or higher. 

11. A process for producing zinc oxide-polymer composite particles according to claim 10, wherein the process 
is comprises a first mixing step of preparing a first mixture comprising a zinc source and a carboxyl-containing com- 
pound and a second mixing step of mixing said first mixture with a heated alcohol -containing solution, and said pol- 
ymer is added in at least one step selected from said first mixing step and said second mixing step. 

12. A process for producing zinc oxide-polymer composite particles according to claim 10 or 1 1 , wherein the proc- 
20 ess comprises a first mixing step of preparing a first mixture comprising a zinc source and a carboxyl-containing 

compound, a second mixing step of mixing said first mixture maintained at S0°C or above with an alcohol-contain- 
ing solution maintained at 100°C or above to obtain a second mixture, and a step of heating said second mixture, 
and said polymer is added in at least one step selected from the first mixing step, the second mixing step, and the 
heating step. 

25 

13. A process for producing zinc oxide-polymer composite particles according to claim 1 1 , wherein said first mixing 
step is a step of dissolving said zinc source in a mixed solvent of said carboxyl-containing compound and water. 

14. A process for producing zinc oxide-polymer composite particles according to any of claims 10 to 13, wherein 
30 said polymer contains at least one polar atomic group. 

15. A process for producing zinc oxide-polymer composite particles according to claim 14, wherein said atomic 
group is at least one member selected from the group consisting of a carboxyl group, an amino group, a quaternary 
ammonio group, an amido group, an imido bond, a hydroxyl group, a carboxylic acid ester bond, a urethane group, 

35 a urethane bond, a ureido group, a ureylene bond, an isocyanate group, an epoxy group, a phosphoric acid group, 
a metallic hydroxyl group, a metallic alkoxy group, and a sulfonic acid group. 

16. A process for producing zinc oxide-polymer composite particles according to any of claims 10 to 15, wherein 
said zinc source is selected from the group consisting of zinc oxide, zinc hydroxide, and zinc acetate. 

40 

17. A process for producing zinc oxide-polymer composite particles according to any of claims 10 to 16, said car- 
boxyl-containing compound comprises a saturated fatty acid having a boiling point of 200°C or lower at atmos- 
pheric pressure. 

45 18. A process for producing zinc oxide-polymer composite particles according to any of claims 10 to 17, wherein 

said polymer is used at a weight ratio of 0.01 to 1 .0 to the zinc atoms, in terms of zinc oxide, present in said zinc 
source. 

19. A process for producing inorganic compound particles having on their surface a cluster of thin plate like zinc 
so oxide crystals with their tip projecting outward, which comprises heating a mixture comprising a zinc source, a car- 
boxyl-containing compound, lactic acid or a compound thereof, and an alcohol at a temperature of 1 00°C or higher. 

20. A process for producing inorganic compound particles according to claim 19, wherein the process comprises a 
first mixing step of preparing a first mixture comprising a zinc source and a carboxyl-containing compound and a 

55 second mixing step of mixing said first mixture with a heated alcohol-containing solution, and the lactic acid or a 
compound thereof is added in at least one step selected from said first mixing step and said second mixing step. 

21. A process for producing inorganic compound particles according claim 19, wherein the process comprises a 
first mixing step of preparing a first mixture comprising a zinc source and a carboxyl-containing compound, a sec- 
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ond mixing step of mixing said first mixture maintained at 60°C with an alcohol-containing solution maintained at 
100°C or above to obtain a second mixture, and a heating step of heating said second mixture, and the lactic acid 
or a compound thereof is added in at least one step selected from said first mixing step, said second mixing step, 
and said heating step. 

5 

22. A process for producing inorganic compound particles according to claim 21 , wherein said first mixing step is a 
step of dissolving said zinc source in a mixed solvent of said carboxyl-containing compound and water. 

23. A process for producing inorganic compound particles according to any of claims 19 to 22, wherein said lactic 
10 acid or a compound thereof is at least one compound selected from the group consisting of lactic acid, a lactic acid 

metal salt, and a lactic ester. 

24. A process for producing inorganic compound particles according to any of claims 19 to 23, wherein said zinc 
source is selected from the group consisting of zinc oxide, zinc hydroxide, and zinc acetate. 

15 

25. A process for producing inorganic compound particles according to any of claims 19 to 24, wherein said car- 
boxyl-containing compound comprises a saturated fatty acid having a boiling point of 200°C or lower at atmos- 
pheric pressure. 

20 26. A process for producing inorganic compound particles according to any of claims 20 to 25, wherein said lactic 
acid or a compound thereof is used at a lactic acid to zinc molar ratio of 0.001 to 0.4. 

27. A process for producing zinc oxide-based particles comprising heating a mixture comprising a zinc source, a 
carboxyl-containing compound, at least one element additive selected from the group consisting of the group IIIB 

25 metal elements and the group IVB metal elements, and an alcohol at a temperature of 100°C or higher. 

28. A process for producing zinc oxide-based particles according to claim 27, wherein the process comprises a first 
mixing step of preparing a first mixture comprising a zinc source and a carboxyl-containing compound and a sec- 
ond mixing step of mixing said first mixture with a heated alcohol-containing solution, and said element additive is 

30 added in at least one step selected from said first mixing step and said second mixing step. 

29. A process for producing zinc oxide-based particles according to claim 27 or 28, wherein the process comprises 
a first mixing step of preparing a first mixture comprising a zinc source and a carboxyl-containing compound, a sec- 
ond mixing step of mixing said first mixture maintained at 60°C or above with an alcohol-containing solution main- 

35 tained at 100°C or above to obtain a second mixture, and a heating step of heating said second mixture, and said 
element additive is added in at least one step selected from said first mixing step, said second mixing step, and said 
heating step. 

30. A process for producing zinc oxide-based particles according to any of claims 27 to 29, wherein said group IIIB 
40 metal element is indium and/or aluminum. 

31. A process for producing zinc oxide-based particles according to any of claims 27 to 30, wherein said zinc 
source is selected from the group consisting of zinc oxide, zinc hydroxide, and zinc acetate. 

45 32. A process for producing zinc oxide-based particles according to any of claims 27 to 31 , wherein said carboxyl- 
containing compound comprises a saturated fatty acid having a boiling point of 200°C or lower at atmospheric pres- 
sure. 

33. A process for producing zinc oxide-based particles according to any of claims 28 to 32, wherein any of the steps 
so is conducted in the presence of lactic acid or a compound thereof. 

34. A process for producing zinc oxide-based particles according to any of claims 28 to 32, wherein any of the steps 
is conducted in the presence of a polymer. 

55 35. A process for producing zinc oxide-based particles according to any of claims 29 to 32, wherein said second 
mixing step and/or said heating step is/are carried out in the presence of a compound additive containing one or 
more than one atomic group of at least one kind selected from the group consisting of a carboxyl group, an amino 
group, a quaternary ammonio group, an amido group, an imido bond, a hydroxyl group, a carboxyiic acid ester 
bond, a urethane group, a urethane bond, a ureido group, a ureylene bond, an isocyanate group, an epoxy group, 
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a phosphoric acid group, a metallic hydroxyl group, a metallic alkoxy group, and a sulfonic acid group in the mole- 
cule thereof and having a molecular weight of less than 1 ,000. 

36. A process for producing zinc oxide-based particles according to any of claims 29 to 32, wherein said second 
mixing step or said heating step is carried out in the presence of carbon dioxide and/or a carbonic acid source. 

37. Zinc oxide-polymer composite particles which comprise zinc oxide fine particles and a polymer, the proportion 
of said zinc oxide fine particles being 50 to 99% by weight based on the total weight of said zinc oxide fine particles 
and said polymer, and the zinc oxide fine particles having an outer shell composed of a mixture and/or a composite 
of said zinc oxide fine particles and said polymer with the inside of said outer shell being hollow. 

38. Zinc oxide-polymer composite particles according to claim 37, wherein said composite particles have a number 
average particle size of 0.1 to 10 jim with a coefficient of particle size variation being not more than 30%. 

39. Zinc oxide-polymer composite particles according to claim 38, wherein said zinc oxide fine particles have a 
number average particle size of 0.005 to 0.1 ^m, the ratio of said number average particle size of said zinc oxide 
fine particles to said number average particle size of said zinc oxide-polymer composite particles being 1/10 to 



40. Zinc oxide-polymer composite particles according to any of claims 37 to 39, wherein the composite particles 
have a spherical shape and/or an ellipsoidal shape. 

41. Zinc oxide-polymer composite particles according to any of claims 37 to 40, wherein said polymer contains at 
least one polar atomic group. 

42. Zinc oxide-polymer composite particles according to claim 41 . wherein said atomic group is at least one mem- 
ber selected from the group consisting of a carboxyl group, an amino group, a quaternary ammonio group, an 
amido group, an imido bond, a hydroxyl group, a carboxylic acid ester bond, a urethane group, a urethane bond, a 
ureido group, a ureylene bond, an isocyanate group, an epoxy group, a phosphoric acid group, a metallic hydroxyl 
group, a metallic alkoxy group, and a sulfonic acid group. 

43. Inorganic compound particles containing 60 to 100% by weight of zinc oxide and having on their surface a clus- 
ter of thin plate like zinc oxide crystals with their tips projecting outward. 

44. Inorganic compound particles according to claim 43, wherein said particles have a major axis/minor axis ratio 
of 1.0 to 5.0. 

45. Inorganic compound particles according to claim 43 or 44, wherein said particles have a number average par- 
ticle size of 0.1 to 10 ^m with a coefficient of particle size variation being not more than 30%. 

46. Inorganic compound particles according to any of claims 43 to 45, wherein said particles are hollow. 

47. Inorganic compound particles according to any of claims 43 to 45, wherein said particles are porous. 

48. Inorganic compound particles according to any of claims 43 to 46. wherein said thin plate like zinc oxide crys- 
tals are thin plates having a flatness of 2 to 200. 

49. Inorganic compound particles according to claim 48, wherein said thin plates have a major axis of 5 to 1,000 



50. Zinc oxide-based particles comprising a metal oxide co-precipitate containing, as a metallic component, at least 
one element additive selected from the group consisting of the group NIB metal elements and the group IVB metal 
elements and zinc, having a zinc content of 80 to 99.9% in terms of the ratio of the number of zinc atoms to the total 
number of the atoms of said metallic components, and having X-ray crystallographically exhibiting zinc oxide crys- 
talline properties. 

51. Zinc oxide-based particles according to claim 50, wherein said element additive is indium and/or aluminum. 

52. Zinc oxide-based particles according to claim 46 or 51 , wherein said particles consist of single particles of said 
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metal oxide co-precipitate. 

53. Zinc oxide-based particles in which the single particles according to claim 52 form composite particles with a 
polymer. 

54. Zinc oxide-based particles according to claim 52 or 53. wherein said particles have an average shortest diam- 
eter of 0.001 to 0.1 nm. 

55 Zinc oxide-based particles which are secondary particles formed by agglomeration of primary particles said 
pfim^ry Scli being the single particles accorrf,ng to any of claims 52 to 54 which constitute sa.d zinc ox.de- 
based particles. 

56. Zinc oxide-based particles according to claim 55. wherein said secondary particles are hollow particles made 
up solely of an outer shell. 

57. Zinc oxide-based particles according to claim 55 or 56. wherein said particles are hollow particles made up 
solely of an outer shell composed of said single particles and said polymer. 

58. Zinc oxide-based particles according to any of claims 55 to 57. wherein said particles have an average particle 
size ranging from 0.001 to 10 nm. 

59 A coatino composition comprising zinc oxide fine particles produced by the process described in any of claims 
fto 9?rS a S component Capable of forming a coating film binding said zinc oxide fine part,cles. the propor- 

1 to 99.9% by weight each based on the total solids content of sari zinc oxrie fine particles and said b.nder com 
ponent. 

60 A coated article comprising at least one substrate selected from the group consisting of a resin molded article^ 
glass fnd ^Id^ting'ilm provided on said substrate which is formed of the coating composrt,on descnbed 
in daim 59. 

61 A resin composition comprising zinc oxide fine particles produced by the process according to anr of claims 1 
to 9 and a resin capabie of forming a continuous phase having dispersed therein sad zinc ox.de fine partic lee the 
portion of saioTc oxrie fine particles being 0.1 to 99% by weight and the proportor *«0 1 to 
99.9% by weight each based on the total solids content of said zinc ox.de fine particles and said resin. 

62. A resin molded article obtained by molding the resin composition according to claim 61 into at least one shape 
selected from the group consisting of a plate, a sheet, a film, and fiber. 

63 Paner comprising pulp made into paper and having dispersed therein the zinc oxide fine particles produced by 
toe XTSCo. claimsTto 9. the proportion of sari zinc oxrie ft. particles being 0.01 to 50% by 
weight based on said pulp. 

64. A cosmetic containing 0. 1% by weight or more of the zinc oxide fine particles produced by the process accord- 
ing to any of claims 1 to 9. 

65 A coating composition comprising the zinc oxide-polymer composite particles according to any ^ain*37to 
2 a^L component capable of forming a transparent or semrtransparent continuous phase and a soKrerrt 
S4!e 5££b said composite particles and capable of dispersing and/or dissolving sari binder component 

66. A coating composition comprising zinc oxide-polymer composite particles produced by 
to any of claims 10 to 18. a binder component capable of forming a transparent or semrtransparent conbnuous 
Shase. and a so^ent capable of dispersing said composite particles and capable of d,spersing and/or d.ssolv.ng 
said binder component 

67 A coated article comprising a transparent or semrtransparent substrate and a coating film provided on the sur- 
face of said substrate which is formed of the coating composition according to claim 65 or 66. 

68. A resin composition comprising the zinc oxide-polymer composite particles according to any of claims 37 to 42 
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and a resin capable of forming a transparent or semitransparent continuous phase. 

69. A resin composition comprising zinc oxide-polymer composite particles produced by the process according to 
any of claims 1 0 to 1 8 and a resin capable of forming a transparent or semitransparent continuous phase. 

70. A resin molded article obtained by molding the resin composition according to claim 68 or 69, into at least one 
shape selected from the group consisting of a plate, a sheet, a film, and fiber. 

71. Paper comprising pulp made into paper and having dispersed therein the zinc oxide-polymer composite parti- 
cles according to any of claims 37 to 42, the proportion of said composite particles being 0.01 to 50% by weight 
based on said pulp. 

72. Paper comprising pulp made into paper and having dispersed therein zinc oxide-polymer composite particles 
produced by the process according to any of claims 10 to 18, the proportion of said composite particles being 0.01 
to 50% by weight based on said pulp. 

73. A cosmetic containing 0.1% by weight or more of the zinc oxide-polymer composite particles according to any 
of claims 37 to 42. 

77. A cosmetic containing 0. 1% by weight or more of zinc oxide-polymer composite particles produced by the proc- 
ess according to any of claims 10 to 18. 

75. A diffuser for back-lighting a liquid crystal display, which has a resin layer containing the zinc oxide-polymer 
composite particles according to any of claims 37 to 42. 

76. A diffuser for back-lighting a liquid crystal display, which has a resin layer containing zinc oxide-polymer com- 
posite particles produced by the process described in any of claims 10 to 18. 

77. A diffuser for back-lighting a liquid crystal display, which has a resin layer containing zinc oxide-based particles 
produced by the process described in any of claims 27 to 36. 

78. A diffuser for back-lighting a liquid crystal display, which has a resin layer containing the zinc oxide-based par- 
ticles described in any of claims 50 to 58. 

79. A coating composition comprising the zinc oxide-based particles described in any of claims 50 to 58 and a 
binder component capable of forming a coating film binding said zinc oxide-based particles, the proportion of said 
zinc oxide-based particles being 0.1 to 99% by weight and the proportion of said binder component being 1 to 
99.9% by weight each based on the total solids content of said zinc oxide-based particles and said binder compo- 
nent. 

80. A coated article comprising at least one substrate selected from the group consisting of a resin molded article, 
glass and paper and a coating film provided on said substrate which is formed of the coating composition described 
in claim 79. 

81. A resin composition comprising the zinc oxide-based particles described in any of claims 50 to 58 and a resin 
capable of forming a continuous phase having dispersed therein said zinc oxide-based particles, the proportion of 
said zinc oxide-based particles being 0.1 to 99% by weight and the proportion of said resin being 1 to 99.9% by 
weight each based on the total solids content of said zinc oxide-based particles and said resin. 

82. A resin molded article obtained by molding the resin composition described in claim 81 into at least one shape 
selected from the group consisting of a plate, a sheet, a film, and fiber. 

83. Paper comprising pulp made into paper and having dispersed therein the zinc oxide-based particles described 
in any of claims 50 to 58, the proportion of said zinc oxide-based particles being 0.01 to 50% by weight based on 
said pulp. 

84. A cosmetic containing 0.1% by weight or more of the zinc oxide-based particles descrtoed in any of claims 50 
to 58. 




95 



0768277A1J_> 




EP 0 768 277 A1 




85. A coating composition comprising the inorganic compound particles described in any of claims 43 to 49 and a 
binder component capable of forming a coating film binding said inorganic compound particles, the proportion of 
said inorganic compound particles being 0.1 to 99% by weight and the proportion of said binder component being 
1 to 99.9% by weight each based on the total solids content of said inorganic compound particles and said binder 
component. 

86. A coated article comprising at least one substrate selected from the group consisting of a resin molded article, 
glass and paper and a coating film provided on said substrate which is formed of the coating composition described 
in claim 85. 

87. A resin composition comprising the inorganic compound particles described in any of claims 43 to 49 and a 
resin capable of forming a continuous phase having dispersed therein said inorganic compound particles, the pro- 
portion of said inorganic compound particles being 0.1 to 99% by weight and the proportion of said resin being 1 
to 99.9% by weight each based on the total solids content of said inorganic compound particles and said resin. 

88. A resin molded article obtained by molding the resin composition described in claim 87 into at least one shape 
selected from the group consisting of a plate, a sheet, a film, and fiber. 

89. Paper comprising pulp made into paper and having dispersed therein the inorganic compound particles 
described in any of claims 43 to 49, the proportion of said inorganic compound particles being 0.01 to 50% by 
weight based on said pulp. 

90. A cosmetic containing 0.1% by weight or more of the inorganic compound particles described in any of claims 
43 to 49. 

91 . An antimicrobial agent comprising the inorganic compound particles described in any of claims 43 to 49. 

92. A controlled releasing agent comprising the inorganic compound particles described in any of claims 43 to 49. 

93. An adsorbent comprising the inorganic compound particles described in any of claims 43 to 49. 

94. A coating composition comprising zinc oxide-based particles produced by the process described in any of 
claims 27 to 36 and a binder component capable of forming a coating film binding said zinc oxide-based particles, 
the proportion of said zinc oxide-based particles being 0.1 to 99% by weight and the proportion of said binder com- 
ponent being 1 to 99.9% by weight each based on the total solids content of said zinc oxide-based particles and 
said binder component 

95. A coated article comprising at least one substrate selected from the group consisting of a resin molded article, 
glass and paper and a coating film provided on said substrate which is formed of the coating composition described 
in claims 94. 

96. A resin composition comprising zinc oxide-based particles produced by the process described in any of claims 
27 to 36 and a resin capable of forming a continuous phase having dispersed therein said zinc oxide-based parti- 
cles, the proportion of said zinc oxide-based particles being 0.1 to 99% by weight and the proportion of said resin 
being 1 to 99.9% by weight each based on the total solids content of said zinc oxide-based particles and said resin. 

97. A resin molded article obtained by molding the resin composition described in claims 96 into at least one shape 
selected from the group consisting of a plate, a sheet, a film, and fiber. 

98. Paper comprising pulp made into paper and having dispersed therein zinc oxide-based particles produced by 
the process described in any of claims 27 to 36, the proportion of said zinc oxide-based particles being 0.01 to 50% 
by weight based on said pulp. 

99. A cosmetic containing 0.1% by weight or more of the oxide-based particles produced by the process described 
in any of claims 27 to 36. 

1 00. A coating composition comprising inorganic compound particles produced by the process described in any of 
claims 19 to 26 and a binder component capable of forming a coating film binding said inorganic compound parti- 
cles, the proportion of said inorganic compound particles being 0.1 to 99% by weight and the proportion of the 
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binder component being 1 to 99.9% by weight each based on the total solids content of said inorganic compound 
particles and said binder component 

1 01 . A coated article comprising at least one substrate selected from the group consisting of a resin molded article, 
5 glass and paper and a coating film provided on said substrate which is formed of the coating composition described 

in claim 100. 

102. A resin composition comprising inorganic compound particles produced by the process described in any of 
claims 19 to 26 and a resin capable of forming a continuous phase having dispersed therein said inorganic com- 

io pound particles, the proportion of said inorganic compound particles being 0.1 to 99% by weight and the proportion 
of said resin being 1 to 99.9% by weight each based on the total solids content of said inorganic compound parti- 
cles and said resin. 

103. A resin molded article obtained by molding the resin composition described in claim 102 into at least one 
is shape selected from the group consisting of a plate, a sheet, a film, and fiber. 

104. Paper comprising pulp made into paper and having dispersed therein the inorganic compound particles pro- 
duced by the process described in any of claims 19 to 26, the proportion of said inorganic compound particles 
being 0.01 to 50% by weight based on said pulp. 

20 

105. A cosmetic containing 0.1% by weight or more of the inorganic compound particles produced by the process 
described in any of claims 19 to 26. 

106. An antimicrobial agent comprising the inorganic compound particles produced by the process described in 
25 any of claims 1 9 to 26. 

107. A controlled releasing agent comprising the inorganic compound particles produced by the process described 
in any of claims 1 9 to 26. 

30 108. An adsorbent comprising the inorganic compound particles produced by the process described in any of 
claims 19 to 26. 

109. An adhesive comprising zinc oxide-polymer composite particles produced by the process described in any of 
claims 10 to 18. 

35 

1 1 0. An adhesive comprising the zinc oxide-polymer composite particles described in any of claims 37 to 42. 
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